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PREFACE 

In this book an account is given of the mathematical theory of gaseous 
viscosity, thermal conduction, and diffusion. This subject is complete in 
itself, and possesses its own technique; hence no apology is needed for 
separating it from related subjects such as statistical mechanics. 

The accurate theory originated with Maxwell and Boltzmann, who 
established the fundamental equations of the subject. The general solution 
of these equations was first given more than forty years later, when within 
about a year (1916-1917) Chapman and Enskog independently obtained 
solutions by methods differing widely in spirit and detail, but giving iden¬ 
tical results. Although Chapman’s treatment of the general theory was 
fully effective, its development was intuitive rather than systematic and 
deductive; the work of Enskog showed more regard for mathematical 
form and elegance. His treatment is the one chosen for presentation here, 
but with some differences, including the relatively minor one of vector and 
tensor notation.* A more important change is the use of expansions of 
Sonine polynomials, follo^ving Burnett (1935). We have also attempted 
to expound the theory more simply than is done in Enskog’s dissertation, 
where the argument is sometimes difficult to follow. 

The later chapters describe more recent work, on dense gases, on the 
quantum theory of collisions (so far as it affects the theory of the transport 
phenomena in gases), and on the theory of conduction and diffusion in 
ionized gases, in the presence of electric and magnetic fields. 

A brief historical summary of the development of the mathematical 
theory is given at the end of the book. 

Although most of the book is addressed to the mathematician and 
theoretical physicist, an effort has been made to serve the needs of labora¬ 
tory workers in chemistry and physics by collecting and stating, as clearly 
as possible, the chief formulae derived from the theory, and discussing 
them in relation to the best available data (Chapters 12-14, 16.7, 17.4, 
17.7). For similar reasons two index tables (pp. 403, 404) relating to the 
numerical data for particular gases referred to in the book have been added. 

We wish to express our thanks to Prof. D. Burnett, who read the book 
in manuscript and made several useful suggestions and corrections. In 
a book of this kind it is too much to hope that there remain no errors 

* The notation used in this book for three-dimensional Cartesian tensors was 
devised jointly by E. A. Milne and S. Chapman in 1926, and has since been used by 
them in many branches of applied mathematics. 
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of printing or even of argument, and we should welcome any corrections 
which readers may send us. 

We wish to thank Dr T. L. *obs for putting at our disposal, before 
publication, some of the results of his work (and that of his coUeagues 

and pupils) relating to thermal diffusion. 

Special attention has been paid to the choice of type for the multitude 
of symbols required in the book; distinctive kinds of type have been used 
for scalar, vector and tensor quantities. A list of many of the symbols 
used is given on pp. xxi-xxiu, with references to the pages on which the 
symbols are introduced: it is hoped that this will be helpful to readers. 

Our thanks are due to the officials of the Cambridge University Press 
for their willing and expert help throughout the printing of this book. 

S. C. 

T. G. C. 

1939 

After being out of print for some time, this book is now republished, with 
a series of Notes added to indicate some of the advances made in the subject 
since the first edition appeared. The original text remains substantially 
without change, though minor alterations have been made, including some 
corrections. Certain of the latter were kindly brought to our notice by 
readers, to whom our thanks are tendered. 

S. C. 

T. G. C. 


1962 



NOTE REGARDING REFERENCES 


The chapter-sections are numbered decimally. 

The equations in each section are numbered consecutively (not decimally) 
in heavy type, i, 2 .... 

References to equations in the current section give only the equation 
number; in other cases the equation number is preceded by the section 

number. 

References to periodicals give first (in italic type) the name of the 
periodical, next (in Clarendon type) the volume-number, then the number 
of the page or pages referred to, and finally the date. 
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INTRODUCTION 

1 . The molecular hypothesis. The purpose of this book is to elucidate 
some of the observed properties of the natural objects called gases. The 
method used is a mathematical one. 

The foundation on which our work is based is the molecular hypothesis of 
matter. This postulates that matter is not continuous and indefinitely 
divisible, but is composed of a finite number of small objects called molecules. 
These in any particular case may be all of one kind, or of several kinds; the 
number of kinds is usually far less than the number of molecules. Free atoms, 
ions and electrons are considered merely as special types of molecule. The 
individual molecules are too small to be seen individually even with the 
most powerful ultra-microscope. 

The joint labours of experimental and theoretical physicists have sug¬ 
gested certain hypotheses regarding the structure and interaction of 
molecules: the details are, however, known for very few kinds of molecule. 
The mathematician has therefore to consider ideal systems, chosen as 
illustrating the particular features of actual gas-molecules that are to be 
studied, and to work out their properties as accurately as possible. The 
difficulty of this undertaking imposes limitations on the ideal systems which 
can be used. For example, if the systems are not spherically symmetrical, 
the investigation of their interactions includes the solution of some 
difficult dynamical problems: the mass-distribution and field of force of 
a molecule are therefore usually taken to be spherically symmetrical. As 
this book shows, the investigations even then are very complicated; the 
complexity is enormously enhanced when the condition of spherical 
symmetry is relaxed in the least degree. The special models of molecules 
that are considered in this book are described in 3,3. 

2. The kinetic theory of heat. The molecular hypothesis is of great 
importance in chemistry as w'ell as in physics. For some purposes, parti¬ 
cularly in chemistry and crystallography, the molecules can be considered 
statically; but usually it is essential to take account of the molecular 
motions. These are not individually visible, but there is evidence that they 
may be extremely rapid. An important extension of the molecular hypo¬ 
thesis is the theory (called the kinetic theory of heat) that the molecules 
move more or less rapidly, the hotter or colder the body of which they form 
part; and that the heat energy of the body is in reality mechanical energy, 
kinetic and potential, of the unseen molecular motions, relative to the body 
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as a whole. The heat energy is thus taken to include the translatory kinetic 
energy of the molecules, relative to axes moving with the element of the 
body of which at the time these molecules form part; it includes also kinetic 
energy of rotation, and kinetic and potential energy of vibration, if the 
molecular constitution permits of these motions. 

Since heat energy is regarded as hidden mechanical energy, it must be 
expressible in terms of mechanical units. Joule, in fact, showed that the 
ordinary measure of a given amount of heat energy is proportional to the 
amount of mechanical energy that can be converted, for example by friction, 
into the given quantity of heat. The ratio 

Measure of heat energy in heat units 
Measure of the same energy in mechanical units 

is therefore called J oule’s “Mechanical equivalent of heat ”—usually denoted 
by J. 

3, The three states of matter. The molecular hypothesis and the kinetic 
theory of heat are applicable to matter in general. The three states of matter 
—solid, liquid, and gaseous—are distinguished merely by the degree of 
proximity and the intensity of the motions of the molecules. In a solid the 
molecules are supposed to be packed closely, each hemmed in by its neigh¬ 
bours so that only by a rare chance can it slip between them and get into a 
new set. If the solid is heated, the motions of the molecules become more 
violent, and their impacts in general produce a slight thermal expansion of 
the body. At a certain point, depending on the pressure to which the body is 
subjected, the motions are sufficiently intense for the molecules, though still 
close-packed, to be able to pass from one set of neighbours to another set: 
the liquid state has then been attained. Further application of heat will 
ultimately lead to a state in which the molecules break the bonds of their 
mutual attractions, so that they will expand to fill any volume available to 
them; the matter has then attained the gaseous state. At certain pressures 
and temperatures two states of matter (liquid and gas, solid and Uquid, or 

solid and gas) can coexist in equilibrium; all three states can coexist at a 
particular pressure and temperature. 

4. The theory of gases. In a solid or liquid the mutual forces between 
pairs of neighbouring molecules are considerable, strong enough, in fact, to 
hold the mass of molecules together, at least for a time, even if the external 
pressure is relaxed. A static picture of a solid is obtained if the molecules 
are imagined to be rigid bodies in contact: a molecule can be supposed to 
possess a size, equal to the size of such a rigid body. 

The density of a gas is ordinarily low compared with that of the same 
substance in the liquid or soUd form. The molecules in a gas are therefore 
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separated by distances large compared with their sizes, and they move 
hither and thither, influencing each other only slightly except when two or 
more happen to approach closely, when they will sensibly deflect each other’s 
paths. In this case the molecules are said to have encountered one another; 
expressed otherwise, an encounter has occurred. Obviously an encounter 
is a less definite event than a collision between two rigid bodies; definiteness 
can be imparted to the conception of an encounter only by specifying a 
minimum deflection which must result from the approach of two molecules, 
if the event is to qualify for the name encounter. 

When the molecules are regarded as rigid bodies not surrounded by fields 
of force, their motion between successive impacts is quite free from any 
mutual influences: each is said to traverse a, free path between its successive 
collisions . The average or mean free path will be greater or less, the rarer or 
denser the gas. 

The conception of the free path loses some of its definiteness when the 
molecules, though still rigid, are surrounded by fields of force. The loss of 
definiteness is greater still if the molecules are non-rigid. The conception 
can, however, be applied to gases composed of such molecules, by giving to 
encounters, in the manner described above, the definiteness that attaches to 
collisions. 

Collisions or encounters in a gas of low density will be mainly between pairs 
of molecules, whereas in a solid or liquid each molecule is usually near or in 
contact with several neighbours. The legitimate neglect of all but binary 
encounters in a gas is one of the important simplifications that have enabled 
the theory of gases to attain its present high development. 

5. Statistical mechanics. In ordinary mechanics our aim is usually to 
determine the events that follow from prescribed initial conditions. Our 
approach to the theory of a gas must be different from this, for two reasons. 
Firstly, we never know the detailed initial conditions, that is, the situation 
and state of motion of every molecule at a prescribed initial instant; secondly, 
even if we did, our powers are quite unequal to the task of following the 
subsequent motions of all the many molecules that compose the gas. Hence 
we do not even attempt to consider the fate of the individual molecules, but 
interest ourselves only in statistical properties—such as the mean number, 
momentum or energy of the molecules within an element of volume, averaged 
over a short time interval, or the average distribution of linear velocities or 
other motions among these molecules. 

It is not only necessary, for mathematical reasons, to restrict our aims in 
this way: it is also physically adequate, because experiments on a mass of gas 
measure only such ‘‘averaged” properties of the gas. Thus our aim is to 
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find out how, for example, the distribution of the “averaged” or “mass” 
motion of a gas, supposed known at one instant, will vary with the time; or 
again, how a non-uniform mixture of two sets of molecules of different kinds 
will vary, by the process that is known as diffusion. 

In such attempts, we consider not only the dynamics of the molecular 
encounters, but also the statistics of the encounters. In this we must use 
probability assumptions, such, for example, as that the molecules are in 
general distributed “at random”, orevenly, throughout a small volume, and 
moreover, that this is true also for the molecules having velocities in a 

certain range. 

The pioneers in the development of the kinetic theory of gases employed 
such probability considerations intuitively. Their work laid the foundations 
of a now very extensive branch of theoretical physics, known as statistical 
mechanics, which deals with systems much more general than gases. This 
applies probability methods to mechanical problems, and as regards its 
underlying principles it shares some of the obscurities that attach to the 
theory of probability itself. These philosophical difficulties were glimpsed 
already by the founders of the subject, and have been partly though not 
completely clarified by subsequent discussion. 

In one aspect, the theory of probability is merely a definite mathematical 
theory of arrangements. The simplest problem in that subject is to find in 
how many different ways m different objects can be set out in n rows (m > 71 ), 
account being taken of the order of the objects in the rows. A great variety 
of problems of this and more complicated types can be solved, in a completely 
definite way. 

One such problem throws some light on the uniformity of density in a gas. 
Consider all possible arrangements of m molecules in a certain volume, sup¬ 
posed divided into n cells of equal extent, m being very large compared 
with n. The number of different arrangements, if regard is paid only to the 
presence, and not to the order or disposition, of individual molecules in each 
cell, is Among these arrangements there will be many in which the total 
numbers of molecules in the respective cells 1 to n have the same particular 
set of values a^, Og, where of course 

It is not difficult to show that, when mjn is large, the great majority of the 
71^ arrangements correspond to distributions for which every number to 
a„ differs by a very small fraction from the average number m/n per cell. 
Hence, if we regard the original to"* arrangements as all equally probable (on 
the ground, for example, that all the cells are equal in volume, and that there 
is no reason why any particular molecule should be placed in one cell rather 
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than in another),* we are led to conclude that in any arbitrarily chosen mass 
of gas the density of the molecules will almost certainly be very nearly uniform 
throughout the volume. 

It needs little consideration to recognize that this somewhat vague 
statement is very different from the original results about the arrangements 
of the molecules: those results are completely definite, or at least are expres¬ 
sible in the form of inequalities with narrow limits: moreover, they depend 
on no assumptions as to a priori probability. Every sta^ment about 
probability depends, in a similar way, on some assumption as to a priori 
probability, and is less definite than the results of the arrangement theory 

Similar considerations as to arrangements can be applied to the distribu¬ 
tion of a given total amount of translatory kinetic energy between the 
molecules of a gas when the mass-centre of the whole set is at rest. Here it is 
assumed that all velocities of a given molecule are a priori equally probable. 
The result obtained is that the velocities of the molecules are almost 
certainly distributed in a manner agreeing very nearly with a formula first 
inferred (from intuitive and unjustifiable probability considerations) by 
Maxwell. The a priori assumption cannot be verified: but it can be shown, 
using a purely dynamical theorem due to Liouville, that as the state of the 
gas varies with the passage of time, the “arrangements” which are found 
initially to be most abundant, as regards both space and velocity-distribu¬ 
tion, will always remain most abundant. Hence it is concluded that the 
uniform density and the Maxwellian velocity-distribution will always be 
the most probable, though a particular mass of gas may, very rarely (with a 
degree of improbability that can be estimated), pass through a state which 
departs to some extent from these usual or normal conditions. 

These results of statistical mechanics, and others of a like kind, illustrate 
the use made of probability in the kinetic theory of gases. The results 
obtained in this theory are usually stated in a quite definite form, but the 
validity of the conclusions cannot be assessed higher than that of the argu¬ 
ments leading thereto. Since in these arguments we appeal to probability, 
the results of the kinetic theory remain only probable. But the study of 
statistical mechanics suggests that statements of probability about systems 
containing a very large number of independent units, such as molecules, 
usually have a degree of probability so high as to be equivalent, for all 
practical purposes, to certainty; results which statistical mechanics asserts 
to be extremely probable are usually taken as rigorously true in experimental 
work and in thermodynamic theory. Hence though in theory we cannot 

* This, of course, implies that the volume of the molecules is negligible: if the 
volume of one cell is already largely occupied by molecules, another molecule may be 
supposed less likely to hnd a place in this cell than in a relatively empty one. 
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exclude the rare possibility of a fleeting departure from the probable states, 
in practice there need be no question whether the results of kinetic theory 

will agree with those of experiment. 

By statistical mechanics we are led to certain conclusions about the 
equilibrium states of systems, independent of the mode whereby these 
equiUbrium states are attained; but statistical mechanics does not show how, 
or at what rate, a system will attain an equiUbrium state. This can be 
determined only if we know certain details about the molecules or other 
units composing the system, details which, for the purposes of statistical 

mechanics, can be ignored. ^ ,, 

It is the province of a detailed kinetic theory to study the problems of 

non-equilibrium states, and such investigations occupy the greater part of 

this book The probability methods of the kinetic theory are also, however, 

in the earlier chapters (3 and 4) applied to determine the equilibrium states; 

the results thus obtained are merely special cases of much more general 

results of statistical mechanics. 

6 . The interpretation of kinetic-theory results. The methods of the kinetic 
theory are successful in giving results of practical interest, although the 
molecular models chosen are not believed to correspond at all closely with 
actual molecules. By comparing results obtained for different models, we 
are able to gain some idea as to how far any particular kind of result depends 
on this or that feature of the molecular model. It appears that the assump¬ 
tion that the centres of molecules approach each other more closely, the 
greater their speed of mutual approach, leads to quantitative results for 
various properties of gases more in accordance with those actually observed 
than the assumption that the molecules are rigid. Thus a molecule sur¬ 
rounded by a field of force is a better model for quantitative treatment, if not 

for simple illustrative discussions, than a rigid molecule. 

In actual gases, at moderate temperatures, in all but a very small fraction 
of the molecular encounters the least distance between the centres of the 
molecules is still distinctly greater than would correspond to an overlapping 
of the normal detailed structures of the molecules. These structures are 
therefore not of immediate concern in the kinetic theory of gases; they 
determine the exterior fields of force, which form the outworks of the 
molecule, and it is only the nature of the outworks that is here important. 
It can be adequately specified, for our purpose, by a formula expressing the 
approximate rate of variation of the force-intensity with distance from the 
centre of the molecule, over the range of distance outwards from that 
corresponding to close encounters. At smaller distances the field might have 
any value without affecting the kinetic-theory calculations; the actual 
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structure of the molecule within this minimum distance can be ignored, 
and the molecule may without detriment be regarded as a point-centre 
of force. 

The restriction of kinetic-theory calculations to molecules that are 
spherically symmetrical is also not of such importance as might appear from 
the practical certainty that many actual molecules are not at all spherically 
symmetrical. This is because the molecules in general rotate, and at 
encounters they may be oriented relative to each other in any manner: the 
detailed consequences of a particular encounter depend on the orientations, 
but such consequences averaged over a large number of encounters are 
probably not very different from the corresponding averaged results of 
the encounters of a set of spherically symmetrical molecules, the force 
between pairs of which, at any distance, is equal to the average, over all 
orientations, of the force between pairs of the actual molecules whose centres 
are at that distance apart. Such averaging of the consequences of encounters 
is of the essence of kinetic-theory calculations, so that many of the results 
obtained in this book should be correct qualitatively, and not far from correct 
quantitatively, for gases whose molecules are non-spherical. The chief 
exceptions are in problems involving the total heat energy, since the actual 
molecules may possess an average amount of internal energy different from 
that of the spherically symmetric models. 

7. The interpretation of some macroscopic concepts. Our aim is to 
explain things that are seen and directly measurable by means of imagined 
things that are not seen and not directly measurable. The general lines 
along which we are to proceed have already been indicated, in describing 
the molecular hypothesis and the kinetic theory of heat. There remain, 
however, further points on which there is room for freedom of interpretation. 
The criterion by which our choice is to be judged is whether the relations 
found between the quantities we identify with measurable macroscopic 
quantities do or do not approximate to the observed relations between those 
macroscopic quantities. Success in this test affords ground for a reasonable 
expectation that any hitherto unknown macroscopic relation suggested by 
the kinetic theory on its own basis of interpretation will be confirmed on 
experimental trial. 

It should be emphasized that only approximate agreement is to be 
expected between the kinetic-theory “interpreted” macroscopic relations 
and the observed macroscopic relations, because some divergence between 
the two sets of relations may reasonably be attributed to the imperfect 
representation of the actual molecules by the ‘ ‘ model ’ * molecules with which 
the mathematician works. 
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The kinetic-theory interpretations of some typical macroscopic properties . 

are briefly summarized here. . . , 

The combined masses of the molecules of a set are taken as giving the 

macroscopically observed mass of the set. 

The heat energy of a small portion of matter is identified with the trans- 

latory kinetic energy of the molecular motions relative to the element as a 
whole, together with the total of sueh other forms of moleeular energy as are 
intereiiangeable with translatory kinetic energy at encounters. Thus in 
diatomic and polyatomic molecules the relative motion of the atomic nuclei 
may contribute kinetic and potential energy to the heat energy; but energy 
like the kinetic and potential energy of electrons in an inert gas-molecule, 
which is normally unaffected by encounters, is neglected. Correspondingly, 
certain of our molecular models, such as the smooth rigid spherical model, 
make no provision for a possible interchange of translatory and rotatory 
kinetic energy; we can ignore the energy of rotation in discussing these. 

The pressure of a gas on a bounding surface is identified with the mean 
time-rate of communication of momentum to the surface, per unit area, by 
molecular impacts; the momentum is imparted in a more or less dis¬ 
continuous manner, but the individual impulses are so small, frequent, 
and numerous as to simulate a continuous pressure. In addition to this 
momentum-pressure there is a much smaller stress due to the action at a 
distance between the molecules of the gas and the wall; this is considered 

in Chapter 16. 

The mean translatory kinetic energy per molecule, relative to the general 
motion of the gas, is taken as proportional to the thermodynamic tempera¬ 
ture, the constant of proportionaUty depending on the units of energy and 
temperature, but not on the gas. Such an identification is permissible (on 
the understanding that it is to be justified by its results), so long as we are 
concerned with the phenomena of a single portion of gas; but the question 
arises whether this identification will be valid for different portions of gas, 
composed of molecules of different kinds. So long as oui- discussion is con¬ 
fined purely to the phenomena of gases, the question seems to depend on 
whether, when we mix two different gases, to which, according to this 
definition, we ascribe equal temperatures, the same temperature will 
characterize the mixture, as is observed to be the case when we mix actual 
rare gases whose thcrmodyTiumic temperatures are equal. The kinetic theory 
is able to give a fairly satisfactory afSrmative answer to this question (4.3), 
to this extent justifying its procedure as regards temperature definition. 
But questions as to the thermal equilibrium of two different gases with 
another body (say a diathermanous wall between the compartments of a 
vessel containing the two gases) are outside the scope of the kinetic theory of 
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gases: reference must then be made to the science of statistical meclianics, 
which considers assemblies much more general than gases. 

8 . Quantum theory. A wise conservatism, rather than reasons valid 
a priori, prompted the pioneers of the kinetic theory to attribute to their 
imagined molecules the same rules of behaviour—or, in technical language, 
the same mechanical laws of motion—as those that characterize the objects 
of our ordinary experience. Their rigid spherical molecules were idealizations 
of ordinary billiard balls, while their point-centres of force were suggested by 
planets viewed, from the large astronomical standpoint, as point-centres of 
gravitational attraction. 

The consequences of this assumed behaviour of molecules correspond 
closely in general to the observed behaviour of gases; this supports the 
view that molecules do behave in the supposed way. It is not a matter for 
surprise, however, that the kinetic-theory consequences of the assumption 
do not fit the whole range of observed facts. The discrepancies are of a 
nature to be explained by attributing to the molecules rules or laws of 
behaviour (including statistical laws) that deviate from the classical laws in 
a way suggested by the study of many other phenomena of matter, parti¬ 
cularly spectroscopic phenomena. The new laws and the body of science 
dealing with them, known as the quantum laws and quantum theory, are 
only briefly touched on in this book (Chapter 17), whose main aim is to 
record the fullest present development of the kinetic theory of gases, based 
on classical mechanics. 
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Chapter 1 

VECTORS AND TENSORS 

1,1. Vectors. The notation and calculus of vectors, and also of three- 
dimensional Cartesian tensors, are largely used in this book. In this Chapter 
we summarize the vector and tensor notation and calculus which we adopt. 

Any physical quantity possessing both magnitude and direction is called 
a vector quantity, or, briefly, a vector. Such quantities will be denoted by 
symbols in heavy (Clarendon) type, in various founts; for example, the first 
letter of the alphabet is used in this book in all the following heavy types:* 

a, A, .V, a, a. 

The (positive) magnitude of a vector denoted by a Clarendon symbol will 
usually be denoted by the same symbol in the corresponding ordinary type, 
e.g. for a. A, a by a. A, a (of course in the case of a unit vector no 

such magnitude symbol is needed). 

The component of a vector A along a direction inclined to A at an angle 
^ (0 < ^ < tt) is defined to be ^ cos this may be positive or negative. Any 
vector is completely specified when its components in three mutually 
perpendicular directions are given. When these directions are those of the 
axes Ox, Oy, Oz of a Cartesian system,t the components are called the 
rectangular Cartesian components relative to these axes. They may be 
denoted by adding the suffixes x, y, z to the symbol denoting the magnitude 
of the vector (e.g. a^, a^, a, denote the x, y, z components of a), or by special 
symbols (as in 1.2 for r and C, and as in 1.33 for c). The magnitude of a 
vector is given in terms of its rectangular components by an equation of the 
form 

a2 = + + .i 

♦ For the convenience of the reader certain special conventions regarding such types 
will be made in this book, as follows: 

(i) vectors whose magnitude is unity (or. briefly, unit vectors), will be denoted by 
ordinary small upright letters in Clarendon type, namely 

a, h. i.J, k, n; 

(ii) script Clarendon capitals, such as 

will denote certain vectors associated with vectors represented by the corresponding 
Clarendon italic capitals, namely 

C, Gq, 

t Throughout this book all Cartesian axes of reference are understood to be mutually 
perpendicular (or orthogonal) and right-handed. 
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Let a be a vector whose components relative to the axes Ox, Oy, Oz are 
and let Ox , Oy , Oz be a second set of orthogonal axes whose direc¬ 
tion cosines relative to the first set are 

Then the components a^., a., of a relative to the second set of axes are 

given by 

a^. ~ -H m^Uy -f .2 

and two similar equations. Similarly 


— h^x' + h^y- + h^z'* . 3 

and so on. These equations take a simpler form if in place of Z 3 , 

WI 2 , •••> write txx‘i ^xy‘y ^xz'y ^yx'y ^yy'y — The nine symbols where a and 

may stand for x or y or 2 , define an array which we call the transformation 
array 1 the typical element of this array is the cosine of the angle between 
the axes Occ^ Op . In this notation, the equations of transformation may be 
written 

.4 





P’ 





1.11. Sums avd products of vectors. The sum of two vectors is defined as 
the vector whose components are the sums of the corresponding com¬ 
ponents of the vectors. Thus the rule for the addition of vectors is the same 
as the parallelogram law for the composition of forces or velocities. 

Let two vectors a, b be inclined at an angle 0{^7t). Then abcosO is a 
scalar quantity (i.e. a quantity possessing magnitude but not direction). 
It is called the scalar product of a and 5 , and is denoted by a . 5 . In terms of 
the components of a and 6 , 

a . 6 = aj)^ -h ayby a A. .i 

From this it follows that 


(a + h) .{c + d) = a .c + b .c + a .d-\-b .d, 

of which the following are important special cases 

(a-H 6). (a-1-6) = -f-2a. 6 -1-6^^ 

(a — 5 ). (a — 6) = — 2a. 6 -1- 6^, 

(a + 6). (a — 5) = _ ^2 


The vector product of the vectors a, b is defined to be the vector of magni¬ 
tude a 6 sin^, perpendicular to both a and 6, and in the direction of trans¬ 
lation of a right-handed screw, rotated in the sense from a to b, through the 
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angle 0«n) between a and b. It will be denoted by a a 5 . Its Cartesian 

components are 

.* 

Using these expressions, it may readily be proved that 

ah(hKc) = (a.c)b~{a.h)c. 3 

In connection with vector products it is of interest to distinguish a special 
class of vectors, associated with rotation about an axis: typical vectors of this 
class are the angular velocity of a body, and the moment of a force. The 
direction of such a “rotation-vector is supposed to be along the axis, in 
the direction of translation of a right-handed screw rotated in the sense of 
the quantity considered. Thus the sign of a rotation-vector depends on a 
convention as to the relation between the positive directions of translation 
along, and rotation about, a given axis, and would be reversed if this con¬ 
vention were altered. Since the same convention is used in the definition of a 
vector product, the vector product of two ordinary vectors is an example of 
a rotation-vector: the vector product of an ordinary vector and a rotation- 
vector, in whose definition the convention is used twice, will not have its 
sign altered if the convention is changed, and so will be an ordinary vector. 

In mechanical equations rotation-vectors can be equated only to other 
rotation-vectors, and not to vectors of other types. 


1.2. Functions of position. Any point in space may be specified either 
by the ''position-vector"' r giving its displacement from some origin O, or by 
its Cartesian coordinates x, y, 2 (the components of r), referred to a set of 
rectangular axes with 0 as origin. For brevity, the phrase “at the point r 
at time V" wdll usually be contracted to “at r, 

A function <j) of position may be denoted by ^(r) or y, 2 ), if scalar; if 
it is a vector function, the functional symbol will be printed in heavy type, 
as ^(r), and its Cartesian components will be denoted by 
^„(r), or, more briefly, by ^4^., 

The equations of transformation of the operator whose components are 
djdXy djdyy d/dzy from one set of axes Ox, Oy, Oz to another set Ox\ 0y\ 0z\ 
are the same as for a vector: for, in the notation of 1.1, 


dx d dy d dz d 


dx' dx' dx dx' dy dx' dz 


, a a a 


dz' 


Thus the operator in question may be treated as a vector; it will be denoted 

by a/dr. 
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The result of the operation of djdr on a scalar function 0(r) is called the 
gradient of the function; it is a vector with components d(pldx, d^jdy, 
d^ldz. When is a function of the magnitude r alone, it is readily seen 


that 


9 ^ rd^ 

^ 97* 


I 


in particular, 



2 


The scalar product of d/dr and a vector function ^(r), i.e, d/dr.<f>, is 
called the divergence of the vector (sometimes written as div^); it is, of 
course, invariant for a change of axes. Clearly 


_9 

dr 





dz ' 



Similarly, if C is a vector whose x, y, z components are 17, V, W, and 
0 (C) is any vector function of C, 



^<f>X ^<1>U , 

dU^ dV'^ 


Hz 

dW’ 



where 4>z are the x, y, z components of 0(C). Likewise if ^(C) is any 

scalar function of C, an associated vector is 


with components 


d<j> d<p d<f> 


it is readily seen that 


d({> 

.5 

In particular, if <f>{C) = = 1/2 + 



more generally, if ^{C) = F(C^), where F is any function, it is easy to verify 
that 

d<l> dF(C^) _ dF 

ac ac “ .7 

Again, if A is any vector independent of C, it is easy to verify that 

0 

.A) = A. .8 

1 . 21 , Volume elements and spherical surface elements. An element of 
volume enclosing the point r or (x,y,z) will be denoted by the symbol dr. 
This must be distinguished from dr, which denotes the small vector joining 
r to an adjacent point, and from dr, which denotes a small increment in the 
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length r. If Cartesian coordinates are employed, it is convenient to take dr 
as the paraUelepiped dxdydz\ using polar coordinates r. 6, <p, we take 
dr = r2 sin ddrddd^, and so on. The phrase ‘‘in the element dr enclosing the 

point r ” will be abbreviated to “in the element r, dr' . 

If k denotes a unit vector, then the point whose position vector, relative 
to an origin 0, is k, lies on a sphere of unit radius (or “unit sphere”) with 
centre O. Thus dk must be interpreted not as an element of volume, but as 
an element of the surface of the unit sphere, or, what is equivalent, as the 
element of solid angle subtended by this element of surface at 0\ the 
element dk will be supposed to include the point k. The element may be of 
any form; if k is specified by its polar angles 6, it is appropriate to take 

dk — s\n6ddd(i^. 

1.3. Dyadics and tensors. Any two vectors a, h determine, relative 
to the set of axes chosen, the following array of nine ordered terms, each of 
which is the product of one component of fit with one of 5: 







<^xKy 

Oyby, 


^z^yy 



Such an array gives the ordered components, relative to the given axes, of an 
entity caDed a dyadic^ which will be denoted by ab.* It is to be noted that the 
dyadic ha differs from aJb unless the vectors a, b are parallel. The order of 
the suffixes in the array may be remembered by aid of the symbol , 

indicating how the suffixes succeeding z are disposed in i. ^ 

The components of the dyadic ah relative to a second set of axes 0z\ 0y\ 
Oz' are given, in the notation of 1.1, by 

y i 


y 9 


^ya' hfi'' 


Any array (related to a set of axes Ox, Oy, Oz) of the type 






yyy 




'^Vzy 


of which the general term may be denoted by is said to constitute the 
array (relative to those axes) of an entity called a second-order tensor (which 

♦ This symbol must be carefully distinguished from a. 6. The insertion of the dot 
changes the symbol for the dyadic to that for the scalar-pi'oduot of two vectors. 
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^ be denoted by the symbol w), provided that this entity has components, 
say, relative to any other set of axes Ox', Oy', Oz', such that 




y 9 


'^yS ^ya’hfi''y 


this set of equations of transformation is the same as the set 2 for the com¬ 
ponents of a dyadic, so that every dyadic is a tensor. 

The array of a dyadic or tensor must be carefuUy distinguished from the 
deiermiTiant which might be formed from the array; the array is an ordered set 
of numbers, and the determinant is a certain sum of products of these numbers. 

The sum of two tensors is defined as the tensor whose components are 
equal to the sums of the corresponding components of the two tensors. 

The product of a tensor and a scalar magnitude k is defined as the tensor 
whose components are each k times the corresponding components of the 
original tensor. 

If the rows and columns of the array 3 are interchanged, a new tensor is 
derived, which is known as the tensor conjugate to w. and denoted by w. 
When this is identical with w, w is said to be symmetrical. If w is not 
symmetrical, a S 3 nnmetrical tensor denoted by w can be derived from it 
whose components are the means of the corresponding components of w 
and w, so that 

^ w = J(w + w). .^ 

The array of w is 




The simplest symmetrical tensor is the unit tensor U, whose components 
relative to any set of orthogonal axes are given by 



it is easy to show that they are unaltered by transformation of ortho¬ 
gonal axes. 

The sum of the diagonal terms of the dyadic ah is b^ + ayb^ + a^b^oia.b, 
which is invariant for change of axes. Thus the sum of the 

diagonal terms of any tensor w will also be an invariant; it is known as the 

divergence of the tensor. If the divergence of a tensor vanishes, it is said to 
he rum-divergent. 

From any tensor w a non-divergent tensor, denoted by w, can be derived, 

by subtraction of one-third of the divergence from each of the diagonal 
terms: thus ^ 


7 
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The array of w is 


h(^'^xx-^\y-^zz)y 

^xyy 

^xzy 

^yxy 

! 

1 

^yzy 

^*ZX» 

^zyy 



The symbols ° and ~ may both be placed above a tensor symbol, as in 
w, which in accordance with 7 signifies 

W - .8 

_o 

Clearly the array of w is 

+ ^yx)> i{^xr + 

^xx~ i(^ys~^^sy)y 

+ "b ii^^zz ^xx ^yy)' 

If h, i, j are three mutually perpendicular unit vectors (1.1, footnote) 

hh + ii + jj=U, . 9 

as is evident if the elements of the tensors are written out in full. Hence 
also 

0000 

hh + ii+jj = U = 0. .xo 

1.31. Products of vectors or teusors with tensors. The product w . a of the 
tensor w and a vector a is defined as the vector whose components are given 

by 

(w. a)^ = 

The product a . w (which is in general not equal to w . a) is similarly defined 
by the relation 

(a.w)^ = 

A 


Clearly w.a = a.w, U.a = a.U = a, .a 

and if p is any symmetrical tensor, p.rt = a.p. 

The simple product w. w' of two tensors w, w' is defined as the tensor 
with components 

= . 3 

y 

The double product w : w' is defined as the scalar equal to the divergence of 
w. w'; thus 


w : w' = = w': w, 

a fi 


fi 




4 
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that is, U is equal to the sum of the j^oducts of corresponding components of 
W and w'. We may note that w : w is the sum of the squares of the com¬ 
ponents of W, and also that U ; U = 3. 

From these definitions it follows that each of the above products satisfies 
the distributive law of ordinary algebra; but the commutative law is not in 
general satisfied, since, except in the case of the double product of two 
tensors, the terms of the product cannot be interchanged without altering 
the value of the expression. 

An important particular case of 4 is 


U : W = + + 


which gives the divergence of w. Thus w : U or U : w is zero (by definition 
of w). Also 1.3,7 may be written 


w = w-JU(U : w). 


and so 


o o , 

w: w 


= w : {w'-|^U(U ; w')} 

= w : w'-|(w : U)(U : w') 


whence, by symmetry. 


O / 

w : w , 


00, o , o, 

w:w =w:w =w:w. 


Again, it follows from 4 that 




W : w'= = w : w', . 8 

a 

and so w : w' = : w' + Jw : w' 

= Jw : w' +Jw : w' 

= w : w', 

whence, by symmetry, 

w ; w' = w ; w' = ^ ; w'. .g 

1.32. Theorems on dyadics. Since dyadics form a special class of tensors, 

the above notations and results for tensors also apply to dyadics. 

If a5 is symmetrical, ab = ha, and a must be a scalar multiple of 5 ; 
further, whatever a and 6 , 

ab = ba, ab = l(ab-\-ba) = ba. .i 
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O ^ 

The notation o5 may be illustrated by the special ca^ C'C, where C is a 
vector with amplitude C and components {U jV, the components of this 
tensor are 



uv. 

uw, 

vu. 


vw. 

wu. 

wv. 



The product of a dyadic ab by a vector d has a specially simple form; for 


and so 
Similarly 


{(ab). = a^(b . d), 

ft ft 

(ab) .t! = a{b .d). 
d. (ab) = (d .a)b. 


The scalar product of the vector w . a by a vector 5 is equal to the double 
product of the tensors w, ab\ for 


(w .a) .5 = J.('*f.a)^b^ = = w : aft. 


a 


Similarly 


a ^ a. fi 

6 . (a . w) = 5a : w. 


5 

6 


When w is itself of the form cd, it follows that 


w^hence also 


abicd = a.(b.cd) = a.{(b.c)d} = (a.f/)(5.c), 

ab : cd = ac : bd. 


8 


From these results and 1.31,6,7, it follows that 

CiCi : = C\Ci: 


= C,C\ : C,C,-iCl(U : C.C*) 
= (C\. C\)^ - idCl 


1.33. Dyadics involving differential operators. One of the vectors in a 
dyadic may be a vector differential operator such as 5/9r. If, for example, 

r is a vector with components w, v, Wj the array of is 

or 


du 

dv 

dw ' 

dx* 


dx^ 

du 

dv 

dw 




du 

dv 

dw 


0 ^’ 
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and the array of c is 
1 / 

3V ^ ^ 2 /’ 

1 / 0 tt 

2\dy^dx)^ 

1/0U 

2\dz~^dx)' 


I/dv 0m\ 

2\dx dy}' 

1 / dv die 0i/;\ 

3 \ 0t/ dx dz)' 

I /dv 0i/;\ 

2\dz'^ dy}' 


\ldw 0u\ 

1 /^ dv\ 

nSy'^Tzj’ 

i/2 — - — 

3\ dz dx~dyj' 



If (as in 2.2) Cq denotes the velocity of a medium, the tensor — c will 

0 r ® 

be caUed the velocity-gradient tensor. Its symmetrical part -- c. and its 

o 3r ® 

non-divergent symmetrical part will be called respectively the rate- 

of-strain and the rate-of-shear tensors; for these we shall use the notation* 

_ _ o__ 

d O ~d 

® = . 3 


When the operator d/dr appears in the product of two tensors, or of a vector 
and a tensor, attention must be paid to the order in which the terms occur, so 
that in each case the terms on which the operator acts may be made clear. P'or 
example, when a dyadic ab is multiplied by d/dr, both a and 6 being func¬ 
tions of r, the operator, being supposed to act on the components of the 
tensor, should be written before it; thus 



If, on the other hand, in the product w .a ora . w, the tensor w is of the form 

—6, these products should be written as follows 

or 


o.w = a. 




w .a = a . w = a. 




• Cf. H. Jeffreys, Cartesian Tensors^ p. 84, 1931; note that in his chapter on elas¬ 
ticity (p. 71) he uses the symbol to denote the typical element of the strain tensor 
instead of the rate-of-strain tensor, and that A. E. H. Love, in his treatise on Elasticity, 
uses the symbols (a+^) in a sense inconsistent with tensor notation (Jeffreys, p. 79). 
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Similarly in obtaining the double product of ab and ^c, 1.32,7 should be 


put in the form 


db : -^c 
dr 


= «.(b l)c. 


hr 


We may also note here the form of the components of the product 
. p, where p is a tensor function of position; the x-component is given by 




dz 




dy dz 


Some results on integration 
1.4. Integrals involving exponentials. Consider the integral 


CD 


e-^^C^dC, 


In this write s = olC^\ then it becomes equal to 




e-Bs(r-i)l2ds = 


r + 



if r > — 1. In particular, if r is an integer, 


CO 


_ ^ 1 3 5 r- 1 


2 - 2 - 2-2 


^-(r+l)/2^ 


or 



CO 


—a 





according as r is even or odd, 

1.41. Transformation of multiple integrals. Consider the multiple 
integral ///••• -^(%» ^ 2 ,...» M„)d%dw 2 

extended over any range of values of the variables u. If the variables of 
integration are changed to a set Vj, Vg,...» integral is trans- 

formed to JJJ... ^ 2 .... t;„) | J | ... 

where ^{Vi,V 2 , ...v„) = F{ui, u^,.... uj, and J denotes the Jacobian 

determinant 


a(M„ 

'W 2 , ..., 

w„) _ 

dui 

9^2 

aM„ 

diVi, 

^2» * • *» 

^n) 


dv^' ••• 





CUi 

9M2 

0W,, 




10 

av,’ - 

10 1 




0Uj 

dug 






0Vn’ ••• 


Jan 

linn ^ 

tr > 

% « 

'ii» 

nWpTsUv L 

ibrary 


i^o. ••• 
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The new integral extends over the range of values of the variables v that 

corresponds to the range of values of the original variables u. The proof of 

this theorem rests on the following result: du^du^...du^ may be regarded 

as the (positive) volume of an infinitesimal generalized parallelepiped in a 

space of n dimensions, in which are rectangular coordinates. 

The variables v^, .... may be taken as rectangular coordinates in a 

second n-dimensional space, and to each point .... of the first 

space corresponds a point v^, of the second. If. now, 4e volume in 

the second space corresponding to the volume du^du^...du^ be V, then 

duidu^-.-du^ = I J I V. For the proof the reader is referred to books on 
the Integral Calculus. 

A special case of this result was used in 1 . 21 , when it was pointed out that 

the volume dr, whose expression in Cartesian coordinates is dxdydz. is 

taken to be equal to sin 6drddcU? in terms of polar coordinates r, d, <p, 

where x = r cos 9 sin (9, y = r sin 9 sin 2 = r cos 6. It may easily be verified 
that in this case 

T _ S(x,y,z) , . ^ 

^ ^ —: = — r^sma, 

and so I J I drddd^ = sin 6drdO d(^, 

1.411. Jacobians. The general Jacobian of 1.41 may conveniently be 
denoted by d{u)ld{v), regarding .... u„ and v^. v^, .... as com¬ 

ponents of vectors u and v in n-dimensional spaces. Alternatively, if each 
set is divided into two groups, uj, and 

(^ 1 , ..., Vf), ..., v„), regarded as components of vectors of dimensions 
TO and n-w or r and n-r, namely u', u" and v', v", the Jacobian may be 
denoted by d(u',u")ld{v', v"). This notation can obviously be extended to 
the case of division of the n components into more than two groups. For 
example, consider the case when n = 6 , to = 3 , r = 3, so that u', u", v', v" are 

all three-dimensional vectors. If we write out in full the determinants in the 
equations 

d(u' + ^u",u") _ a(u',u") 

d{v',v") ~ d{v', v") ’ .* 


d(u',u" + k'u') 
d(v',v") 


d(u’,u") 

d{,v',vy 


where k, k are any constants, the truth of these equations is readily seen. 
The notation adopted here is convenient and suggestive. 

1.42. Integrals involving vectors or tensors. Let C be a vector with com¬ 
ponents U, V, W, and let dC denote an element of volume in a space in 
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which C denotes the vector of displacement from an origin. Consider 
integrals (supposed convergent) of the type 

i<j>(C)dC, 

taken over the whole of the C-space. 

If ^ is a function of odd degree in Z7 or F or W, the part of the integral for 
which ^ is positive cancels the part for which <j> is negative, and the integral 
vanishes. 

If <1>(C) = U^F(C), then by symmetry 

^U^F(C)dC = ^V^F(C)dC = iW^F(C)dC 

= \l(U^+V^+W^)F(C)dC = \iC^F(C)dC .I 

Thus iF(C) CCdC = JF(C) C^dC .a 

(the integrals involving the non-diagonal terms of the tensor vanish, since 
these are odd functions of I/, F, or IF). Hence also 

jF{C)CCdC = 0, 3 

and if A is any constant vector 

fF{C) {A . C) CdC = A . jF{C) CCdC 

- iA.UjF{C) C^dC 
= iAjF{C)C^dC. 4 

Again, let ^(C) — U^F{C). Using polar coordinates C, <p such that 
U = Ccos^, F = C sin ^ cos 9 , W = Csin^sincp, it is found that 

JF(C) U^dC = jJjFiC) eos^ e.C^ sin 6 dCded<^ 

= sin 6dCd6d<p 

= iJ>(C)CMC, 5 

since j cos^^sin^d^ = ^ ( sin^d^. 

Jo 5Jo 

Similarly it may be proved that 

iF{C) UWHC - ^IF(C) cue. 6 

1.421, An integral theorem. Let w be any tensor independent of C. Then 

the five integrals 

(i) iF(C)CC(CC:^)dC, (ii) //^(^^(CC: w)dC, 

(iii) JF(C)CC(CC: w)dC, (iv) |w iF{C){CC i CC)dC, 

(V) ^#Ji^(C)C^dC, 
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represent identical tensors, if F(C) is any function of C such that the 
integrals converge. 

For, if (ii) is subtracted from (i), the result is 

\SF(C)\JC\CC:v,)dC 

or iU{w ; /F(C) C^CCdC), 

which vanishes, by 1.42,3. Similarly the result of subtracting (ii) from (iii) is 

^!F(C)CCC^{U:w)dC, 

which likewise vanishes. Thus the equality of (i), (ii) and (iii) is established 
Again, by 1 . 31 , 7,9 the integral (i) is equal to 

JF((7)CC(CC:W)dC. 

A typical diagonal element of this tensor is 

JF’(C) VHCC:$)dC. 

Neglecting terms in the integrand which involve functions odd in U,V ox W 
this may be written 


/F(C') U\U'^w^^+ W^E'..)dC, 


or, using 1.42,5,6, 


(i + A+ tV ^-zz) iF{C) C*dC 
= {iTC.. + T5U : w);F(C) C*dC 

Similarly the typical non-diagonal element 


lF(C)UV(CCr^)dC 

reduces to the form o 

2jF(C) 

which by 1.42,6 is equal to 

j0_,^!F{C}C^dC. 

Thus the integral (i) is equal to 

T%^iF{C)C*dC, 


i.e. to (v). Finally, the equality of the integrals (iv) and (v) follows from 
1 . 32 , 9 . Thus the theorem is proved. 

A few further vector and tensor formulae are given on pp. 261 (footnote) 
and 268 (15.41,2); see also the Note on p. 391. 
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Chapter 2 

PROPERTIES OF A GAS: DEFINITIONS AND 

THEOREMS 

2.1. Velocities, and functions of velocity. The linear velocity of the mass- 
centre of a molecule will be denoted vectorially by the letter c, and its 
components relative to Cartesian coordinates by (u, v, w) ; its magnitude c 
will be called the molecular speed. The velocity-vector c may be regarded as 
the position-vector, or vector of displacement from an origin, of a point in a 
velocity-space or velocity-domain : this point is called the velocity-point of the 
molecule. 

This representation of a velocity by a point in an auxiliary velocity-space 
suggests the analogy used in 1.2 between scalar or vector functions of r 
and similar functions of c. Thus a scalar function of velocity, ^(c) or 
<j>{u,v,w), will have an associated gradient function d^jhc or d<j>ldu, 
d^jdv, d<f>ldw; similarly with a vector function of velocity, 0(c), there is 
associated a scalar function 

du dv dw 

corresponding to the divergence. Again, a triple integration with respect to 
u, v, w corresponds to a volume integration in the velocity-space; this will be 
denoted by 

J...dc, 

the symbol dc denoting an element of volume (of any shape) in the velocity- 
space, surrounding the point c. Unless the contrary is expressly stated, such 
an integration will be supposed to extend over the whole velocity-space. 

The phrase “velocities in a range dc about the value c ** will be contracted 
to “velocities in the range c, or, more briefly, to “velocities in the 
range dc Similarly “ during a time-interval dt including the instantwill 
be contracted to “during a time t, dt" or “during a time dt Likewise “the 
volume-element dr containing the point r” will be contracted to “the 
volume-element r, dr" or, more briefly, to “the volume-element dr”. 

The position and velocity of a molecule can both together be represented 
by a point in a space of six dimensions, whose coordinates in that space are 
the three components of r and the three components of c. 
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If the molecule is not merely a mass-point, but is of finite size it win • 
general possess rotatory motion; and if it is not rieid it >n 

vibratory or other internal motion. The condition of such a motecuTe mavT 
represented by a point in a space of n dimensions, where n is the number ^f 
independent positional and velocity (or momentum) variables need Jt 
specify the configuration and motion of the molecule ^ ^ 

For example, if the molecule is rigid, it will have six positional variables 
(three of location and three of orientation), and six velocitv variable, 
translatory and three rotatory); in this case w = 12 Some of th 
unimportant in particular cases: thus if the molecule be sphericlnrsym! 
metncal, its three variables of orientation will have no dvnami.oi ■ ^ ^ 

If it is also smooth, its angular velocity wiU be unalterable by collisions" and 
its three angular-velocity variables are also without further interest - in tTl, 

case n = 6 as for a point-molecule. But if the molecule, though spherical be 

,„„gh, It, U.™.ngal.r-veloc.ty variable, ere 

affected by collisions; in this case = 9. ® 

If a gas is composed of molecules of more than one kind, we may associate 
a separate velocity-domain with each kind; each domain will have the 

appropriate number of dimensions for that kind of molecule, corresponding 

to he number of independent variables of position and velocity for such 

01016CU1CS • 

2 2. De^ity and mean motion. In a non-uniform, variable, continuous 
medium, the density at the point r at time i is defined as the limit of the 
mean density (mass/volume) in a small volume dr surrounding the noint r 
as the dimensions of dr diminish indefinitely, the limit being supposed inde ’ 
pendent of the shape of dr. This definition cannot usefuUy be applied to a 

j 1 , j. , - ^ especially when these 

are separated by distances large compared with molecular dimensions- it 

leads to a value of the density which varies rapidly from point to point, and 

with PMsa^ of time, and does not correspond to any ordinary measurable 

quantity. Hence some other definition is necessary 

Consider m the first instance a “simple” gas, that is, a gas composed of 

molecules aU of which are ahke. Let the mass of any molecL be m Let dr 

denote a smaU volume surrounding the point r, which is large enough to 

c—TTy, \ possessing dimensions smaU 

compared with the scale of variation of such macroscopic quantities as the 

^ssure, temperate or mass-velocity of the gas. (For example, a cube of 

a is”C no™!l t ^ contains about 2-687 x 10« molecules in 

gas at normal temperature and pressure ”.*) Let the mass contained in 

* This phrase is commonly abbreviated to “at v 'r *> ”. * x 

TO. p, ^ ^ (-1 oTi; 
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hP averaged over a time t, dt which is long compared with the average time 
It would be taken by a molecule to cross dr if undeflected, yet short com- 
narL with the scale of time-variation of the macroscopic properties of the 
L fFor example, since the mean speed of molecules in a gas at n.t.p. is 
several hundred metres per second, a molecule would move one-hundredth 
of a millimetre in less than 10-’ of a second.) Then the averaged value of the 
mass contained by dr,will be proportional only to its volume, and will not 
depend on its shape. It will be denoted by pdr; p is termed the mms- 

density or the density of the gas at 

Similarly the number of molecules in dr averaged over dt is proportional 
to dr. It will be denoted by ndr; n is called the number-density of the 
molecules. The quantities p and n are connected by the relation 


p = nm. 

Both p and 71 are functions of position and time; when it is desired to indicate 

this, they may be denoted by p(r, i)y 7i(r, <)• 

The mean molecular velocity at r, ^ in a simple gas, denoted by Cq, is 

defined by the vector equation 

(71 dr) Co = -Tc, 

where the summation on the right is extended over the Tidr molecules in the 
small volume r, dr, both ndr and Ec being averaged over a smaU time- 
element ty dt. Similarly we obtain any other mean value; for example, the 
mean speed c^is (Ic)l(ndr). In particular, the mean momentum of a molecule 
at r, t is equal to mc^; like Cq itself, it is, in general, a function of r and t 
The translational motions of the individual molecules in dr may be 
specified either by their “ actual ” velocities c (i.e. their velocities relative to 
some standard frame of reference) or by their velocities C' relative to axes 
moving with some velocity c\ so that C = c c . Generally Cq, the mean 
velocity of the gas at the point, will be adopted as the velocity c , C is then 
written C, and is termed the peculiar velocity of the molecule; also C is 
the peculiar speed. The mean peculiar velocity of molecules at r, i is 
Co-Cfl, that is, zero. The components of C\ & and C, Cq are denoted 
respectively by (U\ T', H'), (u'y v\ w') and (L, F, IF), (Uq, Vq, Wq). 

2.21 . The distribution of molecular velocities. The distribution of velocities 
among the large number ndr of molecules in dr can be represented by the 
distribution of their velocity-points c in the velocity-space. Owing to the 
continual changes of velocity by molecular encounters, and to the appear¬ 
ance and disappearance of velocity-points, as molecules pass into or out of 
dr, the distribution of velocity-points will vary with time. As, however, the 
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number ndr of velocity-points is very large, it will be assumed that just as 
there is a number-density of molecules in the actual space occupied by the 
gas, so there is a statistically definite number-density of the ndr velocity 
points in the velocity-space. This number-density is supposed to be prt 
portional to the volume of the element dr, but not to depend on its shape It 
will in general be a function of r and oil as well as of position in the velocity- 
space; It wi 1 therefore be denoted by/(c, r, 0 dr. The definition implies that 
the probable number of molecules which, at the time are situate in the 
volume element r. dr, and have velocities lying in the range c, dc, is equal to 

/(<*, t)dcdr. 

This does not mean that the given element dr actually contains this number 
of molecules having velocities in the range c, dc at the time f this is the 
average number of such molecules when the fluctuations which occur 
m a short time dt are, as it were, smoothed out. The function f(c r t) or 

briefly,/, is termed the velocity-distribution function. Its definition involves 

probabihty concepts; any result in which it appears will be a result as 
to the probable, or average, behaviour of the gas. 

The distribution of velocity-points is clearly unaffected if the origin in the 
velocity-space is changed to the point c'. In this case the position-vector of 
a velocity-point is changed to c-c' or C'; the volume-element dc is now 
denoted by dC , and contains the same number of molecules, i e 

f(C' + c\ r, t)dC'dr. 

This will often be written as/(C', r, t) dC'dr, with an appropriate change in 
the nature of the function/. The change of variable from c to C' can be made 
in any integral without altering its value. Usually c' is taken to be c so 
that C becomes C, the peculiar velocity, and / becomes/(C r t) 

The whole number of molecules in the element dr is obtained by inte- 

grating/dcdr ovfdC'dr throughout the whole velocity-space; this number 
is, by hypothesis, ndr. Hence 


n = //(c, r, t) dc = ;/(C' -f c', r, t)dC'. 

It IS clear that the function/is never negative, and that it must tend to 

zero as c or C becomes infinite. It is assumed to be finite and continuous for 
all values of i. 

The function/gives the number-density of points in the six-dimensional 
space of 2.1, in which the coordinates of a point are the components of c and r 
for a molecule. Similarly, if the molecule also possesses rotational or vibratory 
motion, account can be taken of this by employing a space of more dimen¬ 
sions, as in 2.1; the number-density/of representative points in this space is 
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tl ,e generaUzed velocity-distribution function. The function / then repre- 
se Its the distribution of density and of translatory, rotatory and internal 

motions. 

2 22 Mean values of functions of the molecular velocities. Let <l>{c) be any 
function of the molecular velocity c. The function f, may be a scalar, vector 
or tensor; for example, it may be c itself, or C', or a combination of com¬ 
ponents such as uv^ or uW’, or again a function of the speed c or C . It may 
also be a function of position and time, and will therefore be denoted by 
6{c, r, t) or. in terms of C'. by f>{C' + c\r,t) or, with an appropriate change 
in the function <t>, by 0(C', r, t). Any such function 0 will be called a molecular 

denote the time-average during t, dt of the sum of the values of 
for the ndr molecules in Vy dr, and write 


E<j) = nfdr. 


Then i is the mean value* of <4 for the molecules at (or near) the 
point r. It is a function of r, t, even if <l> itself does not explicitly involve 
position and time. It can be expressed in terms of the velocity-distribution 
function/; for each of the /(c, r, t)dcdr molecules in dr, whose velocities 
are in the range c, dc, contributes f>(c, r, t) to E<t>, and their aggregate contri¬ 
bution is (ffdcdr. By integration over the whole velocity-space, we obtain 


whence 


E<}> = dr J^/dc, 

nf, = I4>fdc = J#dC'. 


In particular, since C(„ by definition, is the mean molecular velocity at r, t, 


nco = Jc/dc; 


clearly C = 0, U ^ V = W = 0. .3 

2.3. Flow of molecular properties. Consider the passage of molecules 
across a small element of surface dS, moving in the gas with any velocity c'. 
The surface element is supposed to have a positive and a negative side. 
Let n be a unit vector drawn normal to the element in the direction from 
the negative to the positive side. The passage of a molecule across dS is 
regarded as positive or negative according as the molecule crosses to the 

* The siimificance of the bar placed over f> is here totally different from that of the 
bar placed over the symbol for a tensor, in 1.3. When, as may happen. ^ denotes a 
tensor, or when a single bar occurs over a dyadic (and therefore tensonal) expression 
(as in 2.31. 3 . for example), it is necessary to know in which of the two possible senses it 
is used. In the remainder of this book a single bar placed over the symbol for a t^or 
will indicate that the mean ^Kilue is to he taken. The double bar, on the other hand, 
always has the same meaning as in 1.3. 
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positive or negative side of dS. The velocity C' of a molecule relative to dS 

is equal to c c , or, if C is the peculiar velocity of the molecule, to Cq + C_ c' 

Consider the molecules whose peculiar velocities lie in the range C, dC* 
If such a molecule crosses the element dS in a time dt so short that we may 
ignore the possibility of the molecule encountering another during dt, then 
at the beginning of dt the molecule must lie somewhere inside the cylinder on 
dS as base,t with generators specified in length and direction by - C dt (see 
Fig. 1 ). Thus, if dr denotes the volume of this cylinder, the number of 
molecules C,dC crossing dS during dt is fdC dr. 



Figure 1 

Now dr = ±0' cosOdtdS, where 6 is the angle between C' and n, the sign 
+ or — being chosen so as to make the expression for dr positive. But 6 is 
acute or obtuse (and so cos d is positive or negative), according as the flow is 
positive or negative. Thus the flow is expressed, both in magnitude and 

/(C) dC. C cosddtdS. 

But C' cos^ is the component of C' normal to dS, which is equal to C'. n; 
we denote it by C'.J Then the flow of molecules C, dC across dS in time dt is 

C;,f(C)dCdtdS. .I 

• For brevity, the phrase “molecules whose peculiar velocities lie in the range 
C, dC” will be contracted to “molecules C, dC”, 

t Here, as frequently, it is convenient to regard molecules as mass-points. Thus the 
exact position of a molecule can be specified, and also the exact time at which it crosses 
the element dS, 

X The suffix n in this symbol, and in and (2.31), has reference to n, the normal 

to diS; it has no relation to n the number-density. 
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The net flow of molecules across dS during time dt is found by summing over 
all velocity groups, i.e. by integrating over the whole range of C, which gives 

dSdtlC'^f(C)dC = dSdtnC'^. .a 


The number of molecules crossing from the negative to the positive side is 


similarly 


dSdt'i G'^f(.C)dC. 

J C .'>0 


The molecules that cross the element carry with them their energy, 
momentum, and so on. The net rate of transport of such quantities across 
dS can be found by methods similar to those just used. Thus let ^(C) 
denote any scalar molecular property; each of the molecules C, dC which 
crosses dS carries an amount ^(C) of <l> with it. Hence the contribution of 
the group to the flow of <f> across dS during dt is, by i, 

(!>(€). CUiG)dCdtdS, 


and the total net flow of <!> across dS during dt is 

dSdt f C'„ 4>(C)f(C) dC = dSdtnC;, ^(C). .3 


The expression 2 for the flow of molecules across dS is a special case of this 
result, corresponding to <f>(.C) = 1. 

The rate of flow of <p across dS per unit area is obtained by dividing 3 by 


dSdt, giving 


nC; <!>{€). 



Since C' = C' .n, this is the component along n of the vector 

nC'(j)(C). 

Now C' = C' + Co-c', so that 

nC'<^(C) = nC</>(C) + n{Co-c')(p[C). . 4 

Hence the component of this vector in any direction n represents the rate of 
flow of the property ^{C) per unit area across a surface normal to this 

direction, and moving with the velocity c'. 

The number-flow is given by the vector n(Co — c'), since in this special case 
^(C) = 1, C^(C} = C = 0. This vector is the product of the number- 
density and the mean velocity of the molecules relative to the surface 
element. If c' = Cq the number-flow is zero, whatever the orientation of the 

surface. 

This enables us to interpret the second term on the right-hand side of 4. 
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Its component normal to dS represents the contribution to the rate of How of 
^(C) due to the net number-fl^of the molecules across dS, each carrying 
on the average, the quantity 0(C) of 0. The first term, on the other hand, is 
independent of the number-flow, and its component normal to dS represents 
the rate of flow of 0 when the number-flow vanishes, i.e. when the element 
shares the mea n motio n of the gas at the point. 

The vector wC0(C) may conveniently be termed the “flux-vector" for the 
property 0. The rate of flow of 0 across unit area of a surface which moves 
with the gas is the component of the flux-vector normal to the surface. If, 
however, the surface is in motion relative to the gas, the rate of flow is 
i ncreas ed by the normal component of the relative velocity, multiplied by 
n0(C). In general, when the flow of some molecular property across a 
surface is considered, it will be assumed that the surface is moving with the 
gas. 

In the case of a vector property fi{C) of the molecular velocities it is con¬ 
venient to consider the flux-vector of each component of 0., which will be a 
scalar quantity, as in the preceding discussion. Thus the flux-vector of the 
component 0„, where a stands for any one of x, y, and z, is wC0 (C). 

These results may be generalized so as to apply to molecules that are free 
to rotate, or that possess other internal degrees of freedom; 0 may then 
depend on the variables specifying the orientation, angular velocity, and 
internal state, as well as on the translational velocity. The flow will again be 
represented by an expression of the form 4 , where averages are now to be 
taken over all values of the velocities and also of the other variables specifying 
the motion. 

2.31. Pressure and the pressure tensor. The case in which ^(C) is equal to 
some component of the molecular momentum me is of great importance, 
because of its connection with the pressure distribution. 

At the boundary of the containing vessel, every molecule that impinges 
and rebounds exerts an impulse equal to the difference between its momenta 
before and after impact. When such impacts are sufficiently numerous and 
sufficiently uniform in distribution, they simulate a continuous force on the 
boundary, equal in magnitude and direction to the rate at which momentum 
is being communicated to the surface by impacts. The force per unit area of 
the surface is called the pressure (or “ boundary pressure ”) on the surface at 
the point. The surface clearly exerts an equal and opposite pressure on the 
gas. The pressure is a vector, whose direction is not necessarily normal to 
the surface at the point considered. 

Suppose that dS is an element of the surface of the containing vessel, 
moving with the velocity c', and let the internal face be taken as the negative 
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face. Let the direction of the outward normal to dS be that of the unit 
vector n, and let denote the pressure on the wall at thw point. Then 
by the definition of the momentum communicated to dS in the time 

di is 'p„dSdi. _ . , , . 

As in 2 3 we may show that the total momentum of the molecules im- 

pinging on the element dS in time dt is equal, before impact, to 


C'^mcf(C)dC, 

where the suffix {+ ) signifies that the integration is extended only over that 
part of the velocity-range for which C;, the n-component of the velocity of a 
molecule relative to dS, is positive (since only molecules for which (?„ is 
positive can impinge on the surface). Similarly the total momentum of the 

molecules rebounding from dS during dt is 


{-C'^)mcf(C)dC, 

the suffix (- ) signifying that the range of integration is over all values of C 
for which (7' is negative: the minus sign before C’^ is introduced because 
C enters into the integrand through the expression for the number of 
molecules C dC leaving dS during dt, and this number is essentiaUy positive. 
?hus te total mome^um communicated to dS during which is the 
difference between the momentum of the impinging molecules and that of 
those rebounding from the surface, is equal to 

dSdt [ mcf(C) dC - J_( - c;) mc/(C) dcj 

= dSdtjC;,mcf{C)dC 


= dSdt.nm 


Hence Pn = nmC;,c - pC'„c. .i 

The velocity c' of the wall will not in general equal the mean velocity Co 
of the neighbouring gas. Experiment shows that the behaviour of a gas in 
the neighbourhood of a wall may be rather complicated; some molecules 
do not immediately rebound off the wall, but enter it or adhere to it for 
a time before they return to the gas. If the gas is neither condensing 
upon nor evaporating from the surface, the total number of impinging 

molecules, namely, 


dSdi|^c;/(C)dc, 
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must equal the number rebounding, which is 

% 

hence dSdtlC!^f{C)dC = 0 

or C; = 0; 

that is, the mean velocity relative to the wall, for the molecules in its neigh¬ 
bourhood, has no component normal to the wall; the gas may, however, have 
a mean motion relative to the wall, in a direction parallel to the surface. 
Using this result and 2.22,3, we have 


CnC = u;(co+C’) = 

= (n.C')C = {n.(c —c')}C 

= {n.(C + Co-c')}C 
= (n.C) C-f-{n.(Co-c')}C 
= (“n. C) C = C^. 

Hence from i, and also using 1.32,3, 1.31, we obtain the following alter¬ 
native forms for ; 

= pG^ = p(n7cyc = n.pCV 

= n.p = p.n, . 2 

where p is the symmetrical tensor defined by the equation 


pUV, pUW\ 


p=pCC = { pVU, pV\ pVW 


[pWU, pWV, pW^ J 

This tensor depends only on the distribution of the peculiar velocities; 
its components are given by 


Pxx=PU^< PuU = P^^> p2.- = PM''2, .4 

Pu== Pxu= py^^’ Pzx = Pxz= P^yU, P^y^ Pyx^ PUy .5 

The pressure distribution at any point P within the gas is defined as 
follows. As in 2.3, let dS be any surface element containing P, and let n 
be its unit positive normal vector. Let dS share the mean motion of the 
gas at P, so that c' = Cq, C' = C = 0, and therefore = 0. Then p„, the 







34 


Properties of a Gas: [ 2.32 

■pressure across dS, towards its positive side, is defined as the rate of flow 
of molecular momentum me across dS, per unit area, in the positive 
direction. This is given by 2 . 3 , 3 ', if ^ i^ taken to be the ^ctor function 

me. Consequently p„ = = pC^e, as in i; since C; = 0, this is 

equivalent to 2 , which therefore holds in the mterior as weU as at the 
boundary of the gas. In the interior, however, n may have any direction. 
The distribution of pressure across planes in all directions through P is 

therefore determined by the tensor p. 

When n is x, the unit vector in the direction of Ox, P„ = p.x, of 

which the components are p^x’ Pxv other eomponents of p are com¬ 

ponents of the similarly defined vectors p^. Thus the components of p are 
the components of the pressures across surfaces parallel to the three co- 

ordinate planes. 

The above results are valid whether the molecules possess only energy of 
translation, or have internal energy of rotation, vibration, or any other form. 

2.32. The hydrostatic pressure. The normal component of the pressure 
on a surface normal to the unit vector n is 

n .p,, = n.pCJJ = pC\. .. 

Thus the normal component of the pressure on any surface is essentially 
positive; that is, the normal force exerted on any surface by the gas is always 
a pressure, and never a traction. 

The sum of the normal pressures across three planes through any point P, 
parallel to the coordinate planes, is 

Vxx + Vvv + Pzz = p(U^-\-V^+ W^) 

= 

Thus the mean of the normal pressures across any three orthogonal planes is 
\p^^. This is called the mean hydrostatic pressure, or the pressure at P; it 
will be denoted by p. By 1.31,5 

P = JP:U. .3 

If the non-diagonal elements of the tensor p vanish, and the diagonal 
elements are equal, then 

P=Pxx = Pvv = Pzzy 

and p=pU. 

In this case (cf. 1.31,2) 

p„ = p.n = pU.n = pn, 
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so that the pressure on any surface element through the point r is normal 
to the surface: its magni ^ude is independent of the orientation of the surface, 
and equal to the hydrostatic pressure. These are the conditions satisfied 
by the pressure in hydrostatic problems; hence such a pressure system, in 
which p is a scalar multiple of U, is said to be hydrostatic. 

2.33. Intermolecular forces and the pressure. In the above discussion of 
pressure, the whole of the pressure of the gas on the walls of the containing 
vessel was tacitly assumed to be due to the transfer of momentum. In actual 
gases, the force per unit area between the gas and the walls, and also the 
force between the gas on opposite sides of any internal surface, includes a 
part due to intermolecular forces. Since at distances large compared with the 
molecular diameters these forces are usually attractive, they add an attractive 
component to the total pressure. This component is relatively small for 
gases at ordinary temperatures: but in solids, which can sustain a tension, 
the importance of intermolecular forces may equal or exceed that of the 
momentum transfer. 

Intermolecular forces operate to reduce the pressure on the walls in 
another way. The average resultant force exerted on a molecule in the 
interior of the gas by the other molecules of the gas is in general zero, because 
only the adjacent molecules exert any appreciable attraction, and so, unless 
there is a very steep density gradient at the point, the attractions are 
approximately equal in all directions; but at the walls the gas lies on one 
side only, so that there is a resultant attraction inwards, which is roughly 
proportional to the number of attracting molecules in the neighbourhood, 
i.e. to the density of the gas. Consequently the momentum imparted to the 
wall by each molecule impinging thereon will be smaller than if there were 
no attractive force, by an amount proportional to the density p. The rate 
at which molecules strike the wall is also proportional to p\ hence the 
correction to the momentum pressure is proportional to p^^ whereas the 
momentum pressure itself varies as p. Thus the correction becomes of 
greater importance as the density increases; it is small for gases at ordinary 
pressures, and at temperatures well above their critical temperatures.* 

In this book attention will be directed more particularly to the deviation 
of the actual pressure system from the hydrostatic system pU. Inter¬ 
molecular forces at distances large compared with the molecular dimensions 
have little effect on the pressure deviations, except for very dense gases; 
accordingly we ignore them. The finite size of molecules, which results in 
a reduction of the effective volume of the vessel containing the gas, is 

* For a detailed discus.sion of the effects of these factors on the equation of state 
of a gas, see R. H. Fowler’s Statistical Mechanics^ chapters 8 and 9 (1928, 1936). 
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also of importance mainly for dense gases; this is taken into account in 
Chapter 16. 

2.34. Molecular velocities: numerical values. The quantities p and p 
appearing in the equation = .* 


are directly measurable. From their experimental values the corresponding 

values of ^2 can be found. For example, at normal temperature and pressure 
(1*013 X 10 ® dynes /cm. 2) the densities of hydrogen and nitrogen are respec¬ 
tively 8 * 99 x 10 -®g./cm .3 and 1*25 x lO'^g./cm.^ The corresponding values 
for are 1839 and 493 m./sec. For a gas in a uniform steady state, 


(cf. 4 . 11 , 4 ); thus the corresponding values of C are 1694 and 454 m./sec. 

These mean speeds are very large, and appear at first sight startling. 
Evidence confirming their order of magnitude is, however, supplied by other 
phenomena. If the basic assumptions of the kinetic theory of gases are valid, 
sound must be transmitted by the motions of individual molecules, and the 
velocities of sound in these gases are known to be similar in order of magnitude 
to the above molecular mean speeds. Again, the speed of effusion of a gas 
from a vessel into a vacuum through a small aperture should be of the same 


order of magnitude as the mean molecular speed, experiment shows that 
the speeds of effusion for different gases are, in fact, of this order. 


2.4. Heat. The amount of translatory kinetic_energy possessed by the 
molecules in the element r, dr at time t is ndr\mc^. Writing c = c^-l- C, we 
may express the energy in the form 

ndr . \m(cl + 2Cq . C + C^) 


or 


^pdr .cl + ndr 


Since pdr is the mass of the gas contained in dr, the first term in the last 
expression represents the kinetic energy of the visible or mass motion of the 
gas. The second term is the kinetic energy of the invisible^peculiar motion: 
its ratio to the first is C2/cg. In 2.34 it shown that is very large for 
ordinary gases at n.t.p., the value of ^J(C^) being several_hundred metres 
per second. Hence unless Cq is much greater than is usual, C^jcl is very large, 
and there is much more hidden energy of peculiar motion than visible kinetic 
energy; for example, in the case of hydrogen at n.t.p., if Cq = 10 cm./sec., 
the ratio is 3*4 x 10®. In addition, there may be further hidden molecular 
energy, kinetic and perhaps also potential, corresponding to molecular 
rotations, vibrations, and so on. 

In the kinetic theory this hidden molecular energy, or rather that part 
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which is communicable between molecules at encounters, is identified with 
the heat energy of the gas. Thus the heat energy per unit volume, or the 
heat-density, in a gas whose molecules are point-wntres offeree and therefore 
possess only translatory kinetic energy, is \nmC^ or This is true also 

for a gas whose molecules are smooth rigid elastic spheres, for though these 
may also possess rotatory energy, this is not communicable between 
molecules at collision. In general, however, the molecules will possess other 
kinds of communicable energy, whose amounts vary from one molecule to 
another; the total heat energy E oi a, molecule is the sum of this com¬ 
municable energy and the peculiar kinetic energy JmC^, and the heat- 
density is nE. 

Here and E are supposed expressed in mechanical units, and the 

heat-density nE wHl be in the same units. If expressed in thermal units, the 

heat-density is nE/j, where J is Joule’s mechanical equivalent of heat 
(4-185 X lO’ergs/cal.). 


2.41. Temperature. Two systems of temperature-reckoning are in com¬ 
mon use among physicists. In experimental work they generally use 
the empirical temperature measured by expansion (mercury or gas) 
thermometers: in theoretical work they use the absolute temperature of 
thermodynamics. In the kinetic theory, on the other hand, we define a 

temperature T directly in terms of the peculiar speeds of the molecules, by 
the relation , _ 


where k is a constant, the same for all gases, whose value will be assigned 
later. 

The kinetic-theory definition of temperature is applicable whether or 
not the gas is in a uniform or steady state, and therefore it provides a 
concept of temperature more general than that of thermodynamics and 
statistical mechanics, where only equilibrium states are considered. It is of 
importance to e.xamine, however, whether the kinetic-theory definition is in 
agreement with that of thermodynamics if the gas is in equilibrium. Before 
so doing we proceed to deduce eertain relations from the definition i. 


2.42. The equation of state. An immediate consequence of the definition 

of temperature is that the hydrostatic pressure p of a gas (whether in equili¬ 
brium or not) is given by 

p = \nmC'^ = hnT. . 1 

This formula, it may be noted, is in agreement with the well-known hypo¬ 
thesis of Avogadro, according to which equal volumes of different gases, at 
the same pressure and temperature, contain equal numbers of molecules. 
Consider now a mass M of gas contained in a volume V. The number of 
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molecules in the mass M is M/m; the number-density w is therefore MlmY 
On substituting in i, this takes the form 

pY = k(Mlm) T. .z 

This important relation embodies the well-known experimental laws of 
Boyle and Charles, which are closely followed by many gases, at moderate 
or low densities, and at temperatures well above their critical temperatures. 

These laws may be stated as follows; 

Boyle's Law: For a given mass of gas at constant temperature the 

product of the pressure and the volume is constant. 

Charles's Law: For a given mass of gas at constant pressure the volume 

varies directly as the absolute temperature. 

The deduction of these laws from kinetic-theory principles and definitions 
affords some measure of justification for the latter. By itself, however, it 
does not suffice to show that the kinetic-theory definition of T is in accord 
vnth the thermodynamic definition for equilibrium states. 

The relation between p, V and T for a given mass M of gas in equilibrium 
is called the equation of state of the gas. The above simple form of this 
equation is only an approximation to the equation of state as found for actual 
gases; the error of the simple formula pVoc T becomes considerable at high 
pressures and low temperatures. This is to be ascribed, not to any fault in 
the above kinetic-theory definition of temperature, but to the neglect, in 
deriving the expression ^pC^ for p, of such factors as the finite size of 
molecules, their fields of force at large distances, and, when the gas is near 
the point of liquefaction, their tendency to aggregate into clusters. As noted 
in 2.33, the effect of these becomes considerable in precisely those conditions 
of high pressure and low temperature under which large deviations from z are 

observed. 

From z other important relations can be obtained. The (chemical) 
molecular weight W of a gas is defined as Ifim/m^, where m is the mass of a 

molecule of the gas, and that of an atom of oxygen, = 2-657 x 10 
A mass Wg. of the gas is called a gram-molecule of the gas; naturally it is 
different for different gases. It is a convenient mass to consider, because for 
all gases it contains the same number of molecules, W/m or IG/Wq. This 
number is Loschmidt’s number (6-023 x 10^^). Some writers call it Avo- 
gadro’s number; but this term can logically be applied only to the number of 
molecules in one c.c. of gas at n.t.p., 2*687 x 10^®. 

Suppose that the mass M used in 2 is a gram-molecule W. Then 


pV = RT, .3 

where R = kWjm — .4 
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Clearly R has the same value for all gases. It is called the gas-constant per 

grain-molecule. 

Again, from i and 4 ^ 

^ W .5 

2.43. Specific heats. Let unit mass of a gas be enclosed in a constant 
volume. To increase its temperature from T to T +ST, a. certain amount of 
heat must be added, which, if ST is small, will be proportional to ST; we 
write it as ^ 

The coefficient c„ is called the specific heat of the gas at constant volume. 
Since the gas does no mechanical work against external pressure during the 
process, the added heat cfiT must go entirely to increase the heat energy of 
the gas. The mmber of molecules in unit mass is (1/m), and so the initial 
heat energy is Ejm; this is increased by c„ST when T is increased by ST; 

hence sElm = cfiT, 


or, proceeding to the limit, 


1 ldE\ 


m\dT) 


where (dEldT)^j denotes the rate of increase of E with respect to T, when V 
is kept constant. 

If the thermal energy consists only of energy of translation of the mole¬ 
cules, E = imC^, and E = by 2.41,i; hence 


Zk 


Zk 

2jm 


in mechanical units, or 
in thermal units. 

If, instead of the volume, it is the pressure of the gas which is kept constant 
while T is increased by 8T, the volume V will increase by ^V, and on putting 


= 1 in 2.42,2, we find 


p8V = (klm)8T. 


In the expansion mechanical work of amount p8Y will be done, and the heat 
supplied to raise T must provide this energy as well as the increase 
8Ejm in the heat energy of the gas. Writing Cp 8T for the required amount of 

heat, we have . _ ^ , 

Cp8T = p8Y-\-8Elm 

— {k8T •\-8E)lm, 


Hence 


k 1 (dE\ 


Cp — —I— 
^ m m 


\dT}^ 


in mechanical units, the suffix p denoting that the pressure is kept constant. 
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An increase in pressure, or density, of a gas of assigned temperature can 
affect E only by increasing the number of pairs of molecules whose fields of 
force overlap, and which in consequence possess mutual potential energy. 
However in the relatively rare gases for which Boyle’s and Charles’s laws 
are vahd at any given moment all save a negligible fraction of the molecules 
are independent systems, and E may be taken as depending only on T, and 
not on 'p and V. Thus for such a gas 

k 


=-H Cy 




in mechanical units, or 
in thermal units. 

If the specific heats c„ and are multiplied by the molecular weight W, 
we obtain the specific heats C„ and per gram-molecule of the gas. Thus in 

mechanical units _ W dE 


m dT^ 


C 


+ 


7 

^ m \ 


= i? + 


dE 

dT 


by 2.42,4. It is an experimental fact that has nearly the same value 

for all actual gases under moderate conditions of pressure and temperature, 
a fact which further supports the principles and interpretations here used. 
The ratio c^/c,. or of the specific heats is denoted by y. Thus 


8 


■ 

“Cy Cy* 

and 4 and 6 can be written in the forms 

C|,(y— \ ') — k iTfiy .... 

^v(y“ \ ) = B. .... 

For a gas possessing no communicable internal energy, it is clear from 2 and 7 
that y = I = 1 * 66 . 

2.431. The kinetic-theory temperature and thermodynamic temperature. 
It is now possible to establish the consistency of the kinetic-theory definition 
of temperature and the thermodynamic definition. Let a mass ilf of a gas 
undergo a small change of state, such that the temperature increases by 
and the volume by ^V. Then the energy it receives is 

McJT+p8Y 











2.431] Definitions and Theorems 41 

by 2.42,3. Since Cy, like is a function of T alone, the expression in the 
bracket denotes the increment of a function S of 7" and V. If the gas 
undergoes an adiabatic change, i.e. a change in which no energy is supplied, 
the change in S must be zero, that is, S is constant; in an isothermal change, 
at temperature T, the energy received is T multiplied by the change in S. 

now that the gas is taken round a Carnot cycle working between 
lower and upper temperatures and T^\ then S returns to its original value 
when the cycle is completed. Since it is unaltered during the adiabatic 
processes, its increase dS at temperature must be equal and opposite to 
its decrease at temperature fl-nd the heats gained and lost at temperatures 
7\ and respectively are 7\JS, TgdS. Thus the efficiency of the cycle is 

T,AS V tJ- 

This proves that our T is proportional to the temperature on the thermo¬ 
dynamic scale: the function S is the entropy. 

It remains to consider the constant k introduced in 2,41,i. This was 
taken to be the same for all gases: this implies the assumption that the mean 
peculiar kinetic energy of translation is the same for molecules of different 
gases at the same temperature. We shall show in 4.3 that in a gas-mixture in 
equilibrium the mean peculiar kinetic energies of molecules of the different 
constituent gases are the same, which is a similar result: but to establish the 
actual result it is necessary to consider the equilibrium of two gases separated 
by a diathermanous wall. This problem lies in the domain of statistical 
mechanics rather than of kinetic theory, and the reader is referred to books 
on that subject for a proof of the result in question. Alternatively we may 
regard the result as established by experiment, since Avogadro’s hypothesis 
and the law C^, = const, both follow directly from it. 

The constant k is chosen such that the difference between the tempera¬ 
tures of melting ice and boiling water is 100°. The kinetic-theory temperature 
is then the same as the absolute temperature of thermodynamics: the degree 
is equal to that of the Centigrade scale, and the zero of temperature is found 
to be approximately equal to - 273-1° C. The value of k can be determined if 
we know either the number-density of molecules in a gas at given p and T, or 
the mass of a molecule. The determination of either of these is a matter of 
some difficulty, but the values of each have been found for several gases. 
The different determinations agree in giving 

k = 1*380 X 10~^®ergs/degree. 

The determination of the gas-constant R is much easier. It is found that 

R = 8*314 X 10^ergs/degree, 

R 

— = 1-9865 cal./degree. 

J 


or, in thermal units. 
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2.44. Specific heats: numerical values. The values of y, Cp, Cy, Cp - 
are given for several gases in Table 1. The values in the columns 2-4 are 
those given by Partington and Shilling. The Specific Heats of Gases, p. 201; 
they refer to a temperature of 15° C. and a pressure of 1 atmosphere. The 
units of the specific heats are in each case calories (at 15° C.) per degree per 

gram-molecule. 

Table 1. Specific Heats 


Gas 

y 



c„ 

c^-c 

Air 

1-4034 

6-943 

4-947 

0-171 

1-996 

NH, 

1-310 

8-74 

6-67 

0-392 

2-07 

CO, 

1-302 

8-79 

6-75 

0-153 

2-04 

CO 

1-404 

6-94 

4-94 

0-176 

2-00 

Cl« 

1-355 

8-04 

5-93 

0-084 

2-11 

He 

1-666 

4-97 

2-98 

0-745 

1-99 

A 

1-666 

4-97 

2-98 

0-0747 

1-99 


1-408 

6-86 

4-87 

2-42 

1-99 

CH 4 

1-310 

8-49 

6-48 

0-404 

2-01 

(methane) 

No 

1-405 

6-925 

4-929 

0-176 

1-996 

2 

NO 

1-400 

7-00 

5-00 

0-167 

2-00 

N^O 

1-300 

8-85 

6-81 

0-155 

2-04 

O 4 

1-396 

7-04 

5-04 

0-1575 

2-00 

so. 

1-285 

9-62 

7-49 

0-117 

2-13 

HjS 

C 2 H 4 

(ethylene) 

1-340 

8-15 

6-08 

0-178 

2-07 

1-250 

10-25 

8-20 

0-293 

2-05 


It will be seen from the above table that y has the value 1*666 for the two 
monatomic gases helium and argon, which are on many grounds believed to 
possess no internal energy communicable at ordinary encounters. This is a 
further confirmation of the kinetic-theory interpretations. 

For other gases, let us write 

E = iNIcT, .I 

so that for monatomic gases N = S, while for other gases we expect that 
> 3. Then if N is independent of T we have 


and 






It is found that is approximately independent of the temperature for 
lany gases (monatomic and otherwise) over a considerable range of tem¬ 


perature: this implies that N is actually independent of T, as supposed in 
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deriving 2 and 3 . For many diatomic gases, as tlie above table shovs, 

y = 1-4 very approximately; this corresponds to iV = 5. indicating that the 

communicable internal energy is two-thirds the peculiar kinetic energy of 

translation. For polyatomic molecules the values of y are less than l-4"’and 

the corresponding values of N are greater than 5; this implies a still larger 
proportion of non-translatory energy. 

2.45. Conduction of heat. An important flux-vector (cf. 2.3, p. 31 ) is that 
giving the rate of flow of heat energy, corresponding to = E. The flux- 
vector in question will be denoted by q, so that 

q = n EC. j 

Thus the rate of flow of heat across a surface through the point r, normal to 
the unit vector n, is equal to 

qr.n = nEC^ 

per unit area. The vector qr is termed the thermal flux-vector. 

2.5. Gas-mixtures. All the above definitions and results may be generalized 
to apply to a mixture of gases. The definitions of the number-density and 
velocity-distribution function of each of the constituent gases are analogous 
to those employed for a simple gas in 2.2 and 2.21. The velocity-distri¬ 
bution function /^(c, r, t) and the number-density of the sth constituent 
are connected by the relation 

=//.(c, r, .J 

The number-density n of the whole gas is given by the relation 

n = lns- 2 

s 

The different masses and mean molecular speeds of the different constituents 

render it pointless to consider the velocity-distribution function of the 
whole gas. 

If the mass of a molecule of the sth constituent is m^, the partial density of 
this constituent is where 

Ps = 3 

and the density p of the whole gas is given by 

p = 'lPs=='Ens'^s- 4 

S 8 

We shall frequently refer to molecules of the sth constituent as molecules m 
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If <p is any function of the velocities of the molecules, its mean value at 
any point, for molecules is given by 

^ 8^5 = . 5 

while the mean value ^ for all molecules of the mixture is given by 

= 2 ^8 = 2 if a ^8^^a- .^ 

s a 

The mass-velocity of the gas at any point is defined by the equation 

= ^ifs'^s^a^a = ^Pa^a'y . 7 

a a 

it is not the mean velocity c of the molecules, but a weighted mean, giving 
to each molecule a weight proportional to its mass. The momentum of the 
gas per unit volume is the same as if every molecule moved with the mass- 
velocity Cfl. 

The peculiar velocity Cg of a molecule in a gas-mixture is defined by the 

equation r - r -c 8 

^8 — ^8 ^ 0 * 

Clearly = .^ 

6 

The temperature T of the gas at any point is defined, as for a simple gas, 

bv the equation _ , 

hr>iC^ ^ ^lifsimgC^sdCg = ^kT. 

S 

The partial pressure of any constituent, on the surface of a containing 
vessel or on an internal surface moving with the mass-velocity of the gas, is 
defined as the mean rate at which momentum of that constituent is com¬ 
municated to, or transferred across, unit area of the surface; the total pressure 
of the gas. on the surface is the sum of the partial pressures of the con¬ 
stituents. It follows as in 2.31 that the pressure-tensor p is defined by the 
equation _ - - 

P = I,Ps = 'l‘^s^s(^sCs = nmCC. .II 

As before, the pressure on a surface normal to the unit vector n will be p. n. 

The mean hydrostatic pressure p of the gas at any point is Jp: U, as in 

2.32,3; hence, by lo, ii, _ 

p = ^nmC^ = knTy . 12 

which is equivalent to Boyle’s and Charles’s laws. By 2 , this implies that 

P = 2 

s 

Thus the hydrostatic pressure of the mixture at a given temperature is equal 
to the sum of the hydrostatic pressures Pg which would be exerted by the 
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constituents if each separately occupied the same volume and were at the 
same temperature. This is Dalton’s law. 

FinaUy, the vector q of thermal flow is connected with the molecular 
energy E by the equation 

q = nEC, 

as for a simple gas. .*3 




Chapter 3 


THE EQUATIONS OF BOLTZMANN AND MAXWELL 

3.1, Boltzmann's equation derived. In Chapter 2 it was sho\vn that the 
macroscopic properties of a gas can be calculated from the velocity-distribu¬ 
tion function /. This function can be determined from a certain integral 
equation first given by Boltzmann. In order to indicate Maxwell s associa¬ 
tion with the ideas thus formulated by Boltzmann, Hilbert* termed it the 
Maxwell-Boltzmann equation. 

In deriving the equation it is assumed that encounters with other molecules 
occupy a very small part of the lifetime of a molecule. This implies that only 

binary encounters are important. 

Consider a gas in which each molecule is subject to an external force mW , 
which may be a function of r and t but notf of c. Between the times t and 
t-{-dt the velocity c of any molecule which does not collide with another will 
change to c + Fdt, and its position-vector r will change to r -\-cdt. There 
are/(c, r, t)dcdr molecules which at time t lie in the volume-element r, dr, 
and have velocities in the range c, dc. After the interval dt, if the effect of 
collisions could be neglected, the same molecules, and no others, would com¬ 
pose the set that occupy the volume r-i-cd^, dr, and have velocities in the 
range c-\^Fdt, dc: the number in this set is 

f(c-\-Fdt,r + cdty t-\-dt)dcdr. 

The number of molecules in the second set will, however, in general differ 
from that in the first, since molecular encounters will have deflected some 
molecules of the initial set from their course, and will have deflected other 
molecules so that they become members of the final set. The net gain of 
molecules to the second set must be proportional to dc dr dt, and will be 
denoted by djjdtdcdrdt. Consequently 

3 f 

{/(c-bFd/, r-i-cd^ t + dt)-f{c, r, t)}dcdr = -^dcdrdt. 


On dividing by dcdrdt, and making dt tend to zero, Boltzmann’s equation 
for/is obtained, viz. 


9 / 3 / r. in m 


dw dt 


.X 


or 




* D. Hilbert, Grundziige einer allgemeinen Theorie der linearen Integralgleichungen^ 
p. 269, Teubner, 1912. 

t A special case in which the force on a molecule depends on its velocity is con¬ 
sidered in Chapter 18. 
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where ^/denotes the left-hand side of i; in vector notation 




The quantity djjdt defined above is equal to the rate of change owing to 
encounters, in the velocity-distribution function / at a fixed point It will 
appear later that dj/dt is expressible as an integral involving the unknown 
function/. Thus Boltzmann’s equation is an integral (or integro-diffierential) 

equation. 

The generalization for a mixture of gases is 



where denotes the force on a molecule m, at r, t, and dJJdt denotes the 

rate at which the velocity-distribution function /, is being altered by 

encounters. The equation can also be modified to apply to more general 

molecular models (2.1, 2.21); in the case of rotating molecules possessing 

spherical symmetry,/depends only on c, r, t and the angular velocity u, and 

the equation for/has the same form as x. For more general models / will 

involve further variables, specifying the orientation and other properties 

of a molecule; terms corresponding to these variables must in general 
appear in Boltzmann’s equation. ° 


3.11. The equation of change of molecular properties. Another important 

equation may be derived from Boltzmann’s equation as follows. Consider 

first a simple gas. Let f> be any molecular property as defined in 2.22. 

Multiply Boltzmann’s equation by dc and integrate througho u t the velocity- 

space; it is supposed that aU the integrals obtained are convergent, and that 

products such as ^i/tend to zero as c tends to infinity in any direction. The 
result may be written as 

f^^fdc = nAf, j 

where wd ^ M^c. 


The sigmficance of is readily seen; (djjdt)dk: measures the rate of 
change in the number of molecules with velocities in the range c, dc, per unit 
volume at r, t, owing to encounters. Consequently <i>(dJldt) dc represents the 
rate of change in the sum E<f> extended over all the molecules of this set due 
to the same cause. Similarly f<}>(dJldt) dc is the rate of change by encounters 
in E<j), summed over all the molecules in unit volume. But E<j> = nf,, and. 
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since encounters do not in themselves modify the number-density n, the rate 
of change of ^ by encounters is equal to 

= A 

Cl 

Equation i can be generalized to apply to a mixture of gases; for the sth 
constituent .3 

where d is equal to the rate of change of by molecular encounters. A 
modified form of i is, moreover, satisfied by the generaUzed velocity- 
distribution function of 2.21, 0 being then a function of further variables 

besides c. 

3.12. Transformation of l<l>^fdc. The various terms of 

(cf. 3 . 1 , 3 ) can be transformed by means of equations such as 

.“ 

I* - JJMm'''"'”-- -”1.> 

In 2 , as c is independent of r, the variable u is not included in the differentia¬ 
tion with respect to a:; in 3 an integration by parts is performed, and the 
integrated part vanishes because, by hypothesis, <l>f tends to zero as u tends 
to infinity in either direction. 

In this way it is found that 

f>^fdc- ^^+2. 4-2, M 2 ^,- 1 -- 

dnf 0 100 00 ,, 001 

+ + + . . 

If this is inserted into 3.1 l,i, and the resulting equation is multiplied by dr, 
we get the relation 
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which can be interpreted as follows. The left-hand side represents the total 
rate of change of for the molecules within the (stationary) element of 
volume dr \ this is analysed on the right into various rates of change due 
respectively to (i) the streaming of molecules into and out of the volume 
(ii) the dependence of <f> for each molecule on the time, the position of the 
molecule, and its velocity, and, finally, (ifi) the effect of molecular encounters. 

The equation of change 4 is a generalization by Enskog of an equation of 
transfer due to Maxwell; Maxwell’s equation refers to a function of c alone 
so that the terms d^jdt and a^/Br do not occur in it. 


3.13. The equations expressed in terms of the peculiar velocity. If ^ is 
specified as a function not of c, r, t but of C, r, t, where C is the peculiar 
velocity given by C = c - Co, then since Co, and hence also C, is a function of 
r, t, the variables r, t appear not only explicitly in the expression for 0 but 
also implicitly through its dependence on C. Hence on changing the variables 
in 3.12,4 to C, r, t, we must replace d<f/Sc by df>ldC, d(fjdt by 


and dcfjdx by 


£0 aC ^ d<j> d<f> dCf, 

dt '^dC'lt ~ ~dt~'fc'ir’ 

df) d<f> dCg 


Thus c. d^/dr must be replaced by 


a0 dtf) 




dx 


dr 0C*r 


0r 



Mean values are, of course, unaffected by the change of variable 
Making these substitutions in 3.12,4, this becomes 

dnf d 






0C 


Let 


D _ d 


a a a a a 


SO that D/Dt is the “mobile operator”, or time-derivative following the 
motion, as in hydrodynamics. Using this notation, and transforming the 
term 00/0C. [C. 0/0r]Co by 1.33,4, the equation of change 3.11,i becomes 

, Dni j d d -rp- 



. fj . (p ¥ 


dc 


= nAf. 
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Similarly, if / is expressed as a function of C, r, t, Boltzmann’s equation 
3.1,2 takes the modified form 



a/ 

dC 




3.2. Molecular properties conserved after encounter; suvimatiorml in¬ 
variants. Some important results can be deduced from the equation of 
change without actually evaluating because certain functions of the 
velocities of the molecules are conserved during encounters; that is, their 
sum for the molecules participating in an encounter is unaltered by the 
encounter, so that Af = 0. Such functions, which may be termed sum¬ 
mational invariants for encounters, are of fundamental importance in the 
theory of gases, both because they can be measured throughout the fluctua¬ 
tions in the condition of a gas, and also because, as will appear later, their 
mean values, if completely specified at any instant as functions of position, 
in general determine the whole condition and future course of the gas. 

For every gas, of whatever kind, three such summational invariants are 

0(2) = .I 

where, as in 2.4, E denotes the total thermal energy of a molecule. For 
special types of gas there may be one or more additional summational in¬ 
variants (cf. 11.3). 

The statement AijA^^ = 0 merely implies that the number-density of 
molecules is unaltered by encounters. Similarly ~ 0 expresses the 

principle of conservation of momentum (relative to axes moving with 
velocity Cq), whiled^^^ = 0 expresses the principle of conservation of energy. 
Although 0*2) ig a vector it is convenient to refer to the three conserved 
functions by the single symbol 

It is sometimes more convenient to refer the momentum and the 
energy ^*3* to axes fixed in space, instead of to axes moving with the gas. 
Thus, for example, if the molecules possess only energy of translation the 
summational invariants can be taken as 


= 1, 0*2) = Tnc, ^*2) _ 



In the case of binary encounters, the conservation of ^’^is expressible in 


the form 





where refer to the two molecules before encounter, and to 

these molecules after encounter. 

Any linear combination of the three conserved functions is also a 
summational invariant, but no further summational invariant, linearly 
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independent of 0 ^ 2 ) and as given by z, can exist for molecules whose 
energy is purely translatory. This is because an encounter between two such 
molecules involves two disposable geometrical variables (for example, if the 
molecules are rigid elastic spheres, these two variables may be the polar 
angles 6, 9 of the line of centres at collision; cf. 3.42); when these two 
variables are eliminated from the six scalar relations which express the six 
components of c', c[, the velocities after encounter, in terms of the six com¬ 
ponents of the initial velocities c, , only four general scalar relations between 
the two sets of six components are obtainable. But we already have four 
such relations, expressing the conservation of energy and of the three 
components of momentum; hence no additional independent relation, valid 
for all encounters, is possible. 

3*21* Special foTTtis of the equation of chanqe of moleculav pvopevtie^. By 
substituting each of the functions for ^ in 3.13,z, important special forms 
of the equation of change are obtained. 

Case /. Let 96 = = 1, then ^ = 1, ^ = 0, dtfjdC = 0, D<l>IDt = 0, 

dftjBr “ 0 , = 0. Thus 3.13,z becomes 


this is the equation of continuity, expressing the conservation of number of 
molecules (or mass) in the gas. It has the alternative forms 


Dlogw d 


Dt 



dr 




-Plogp c 

Dt dr 





Case II. Let <}> = = mU\ then ^ = 0 , n(j>C = pUC (cf. 2.31), 

= 0, D(j>IDt = 0, d(f>ldC = (m, 0, 0). {d<p/dC) C = 0, Af = 0. Hence 
the equation of change bt comes 

this (cf. 1 . 33 , 7 ) is one component of the equation of momentum for the gas, 
namely . ^ / Dc \ 

. 3 

Equations z and 3 are identical with the equations of continuity and 
momentum derived for a continuous fluid in hydrodynamics; they provide a 
justification for the hydrodynamical treatment of a gas. 

Case III. Let <l> = then = ^NkT (cf. 2.44,i), n<j>C = q 

(cf. 2 . 45 , 1 ), df>jdr = 0 , Df>jDt — 0 and, since E depends on C only through 
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the contribution of the kine tic energy of translation, S^/ 0 C = ^mdC^j^C = 
thus 00/06' = 0 , and n(d^lBC) C = pCC = p. Since = 0 , the equa- 
Cion of change becomes 


J 


_ DiiNknT) NknT d 


Dt 


+ 


^.c„ + ^.g + p:^Co 




If N, and therefore also c 




formed to 


DT 



is independent of T (cf. 2.44), 4 may be trans- 

2(0 01 

.5 


after dividing by \Nkn, and using i. This, or more properly 4, is the equation 
of thermal energy for the gas. Let equation 4 be multiplied by drdt: then 
\NkD(nT)IDt ,drdt represents the increase of thermal energy during the 
time dt in a volume dr moving with the gas; this may be interpreted from a 
macroscopic standpoint as the sum of (i) the energy brought into dr by the 
net inflow of molecules into the element, (ii) the gain due to the greater 
energy, as distinct from the greater number, of the inflowing as compared 
with the outflowing molecules, and (iii) the work done on the element by the 
pressures on its surface as it varies in shape and volume during the time dt; 
these three quantities are represented by the last three terms on the left of 
the equation, with their signs reversed. 

Equations 2 , 3 , 5 represent the maximum information which can be 
derived from the equation of change without determining the form of the 
velocity-distribution function. To determine it we must first find explicit 
forms for the expressions d^f/dt and A This involves an investigation of the 
statistical effect of encounters. 


3,3. Molecular encounters. Exact expressions for dgfjdt and Af can be 
given only when the nature of the interaction between molecules at encounter 
is known. At present atomic theory is unable in most cases to describe the 
details of the process of encounter exactly. It is therefore necessary to 
assume some law of interaction: the appropriateness of the assumed law can 
be tested by comparing the results deduced from it with experimental 
results. 

Physical data for gases, relating to the deviations of the equation of state 
from Boyle's law, show that, at distances large compared with molecular 
dimensions, molecules may exert a weak attractive force on each other, 
whereas at distances of the order of molecular dimensions they repel each 
other strongly. Moreover, at an encounter between complex molecules 
possessing internal energy some interchange of this energy with energy of 
translation may occur. Assumptions as to the nature of the forces between 
molecules at encounter must take these facts into account. 
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Various special models, chosen for their physical simplicity, or for the 
mathematical simplicity of their laws of interaction, have been studied. 
One of the earliest and simplest molecular models is a rigid, smooth, and 
perfectly elastic sphere. The impulse between two spheres at collision here 
represents the repulsive force between molecules at a close encounter. The 
representation can, however, only be approximate, since molecules, being 
complicated electronic structures, cannot closely resemble rigid spheres; 
the interaction between them varies continuously as they approach one 
another. This fact is better represented by treating a molecule as a point- 
centre of force, the force depending on the nature of the interacting molecules 
and on their distance apart. One simple assumption is that the force is 
always repulsive and varies inversely as some power of the distance. 
A better representation of the facts is afforded, however, if the force is 
supposed to change sign at a certain distance, beyond which it is an attrac¬ 
tion. The elastic sphere model may also be improved by supposing the 
spheres to attract one another weakly, with a force depending on the 
distance. 

If the molecule is represented either as a smooth sphere or as a point- 
centre of force, no provision is made for a possible interchange between 
internal energy and energy of translation. Such molecules may be termed 
smooth: their internal energy can be neglected, as it does not vary with the 
temperature. In most of this book only smooth molecules are considered: 
but a special model permitting interchange between internal and trans¬ 
lational energy is considered in Chapter 11. 

All the models we shall consider possess the property of spherical sym¬ 
metry. The molecules of a monatomic gas closely approximate to such 
symmetry, but diatomic and polyatomic molecules diverge widely from it, 
by reason of the concentration of mass in the atomic nuclei. Thus our 
theoretical results will not apply strictly to diatomic and polyatomic gases; 
since, however, in our calculations we average over all possible orientations 
of pairs of molecules at encounter, many of our results may be expected to 
apply approximately to such gases, if we ascribe to our spherically sym¬ 
metrical molecules a field which is the average of the true field over all 
possible orientations of the molecules. 

3.4. The dynamics of a binary encounter. Consider the encounter of two 
molecules of masses wig. Since only smooth and spherically symmetrical 
molecules are considered, the force which either exerts on the other is 
directed along the line joining their centres, .B; it may arise only at con¬ 
tact, or may act when the molecules are at any distance from each other, and 
be equal to some function of the distance AB. It is supposed that any 
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external forces (gravitational, electric, ...) which act on the molecules are 
so small compared with those brought into play during the encounter that 
their effect can be neglected in a consideration of the dynamical effect of an 

encounter. 

The phrase “before the encounter” will refer to the time before the 
molecules have begun to influence one another appreciably, so that each is 
moving in a straight line, or (more accurately) close to the asymptote of the 
orbit which it describes under the influence of the other j the phrase after 
the encounter” is to be interpreted in a similar way. With these conventions 
the velocities before and after the encounter have definite values, which will 
be denoted by Cj, (before) and cj, C 2 (after).* It is desired to express either 
pair of velocities in terms of the other pair, and of any geometrical variables 
required to complete the specification of the encounter. Since the motion is 
reversible, the relation between the two pairs of velocities must be reciprocal. 
The details of the encounter are of no importance for our purpose; we wish 
only to know the relation between the initial and final velocities, 

3.41. Equaiimis of momentum and of energy for an encounter. Liet 


m^ = m-^-\-m^^ M-^ = mfmQ, .i 

so that + = 1 . . z 


The mass-centre of the two molecules will move uniformly throughout the 
encounter; its constant velocity G is given by 


m^G = mjCi-i-wigCa = + 



Let^ 2 i’S^ 2 i gi 2 y g '12 denote respectively the initial and final velocities 
of the second molecule relative to the first, and of the first relative to the 
second, so that 


S 2 I — ^2 ~ Sl2> S 2 I — ^2~^l ~ ^Sl2‘ 



The magnitudes of gzi and g^^ are equal, and can both be denoted by g; 
likewise for the final relative velocities; thus 


^21 — 812 Si 821 ~ ^12 “ 8 ♦ 



By means of 3 and 4 we can express c^, C 2 , cj, Cg in terms of G.g^^, and ; 


thus 


Cl = G + ilfagij, C 2 = G + ilfigji, 



c; = G + iJf c' = G + ilf i^ii. 


* In 3.52 c/, Ci are used to denote the initial velocities, and Cj, Cj the final velocities, 
in an inverse encounter. These uses of the symbol c' must be distinguished from that in 
2.2 (p. 26), where c' denotes the velocity of moving axes of reference. 
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Hence a knowledge of G andgji or of G andgr', is equivalent to a knowledge 
of Cl and or of c] and c’^, that is, of the initial or final state of motion. 

The mutual potential energy of the two molecules is zero both before and 
after the encounter; thus the equation of energy gives 

+m^cl) = i(mic;2 + m2c'2). 



O 

Figure 2 


Using 6 and 7 , it is readily shown that 

+ . * 

Hence g = g\ 

so that the relative velocity is changed only in direction y and notin magnitude^ 
by the encounter. The dynamical effect of the encounter is therefore known 
when the change in direction of ^21 determined. 

These facts are illustrated in Fig. 2 . The initial velocities c^, Cg are 
represented by Ocj, Ocg, and G by OG^ where G divides c^Cg in the ratio 
Wg: Wj. The ends of the lines Oc'^, Oc^ representing cj, Cg are likewise 
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collinear with O, which divides in the same ratio • ra^. The lines 

CjCj and represent ^21 and^Ji- Thus c-^c^ = c\c'^, c-fi = c[G, c^G = c'^G. 


3 42. The geometry of an ertccywnter. Considerations of momentum and 
energy alone do not suffice to determine the direction of^r^i. As will now 
appear, this direction depends not only on the initial velocities Ci, (or on 
Q but also on two geometric variables which complete the specification 

of the encounter. 

Consider the motion of the centre B of the second naolecule relative to the 
centre A of the first (or to axes moving with A). Since the force between the 
molecules is directed along AB, this motion will be confined to a plane 
through A ; let the curve described by B be LMN (Fig. 3). The asymptotes 
PO, OQ of this curve are in the directions of the initial and final relative 
velocities, plane of LMN is parallel to the plane 

c^Gc[ of Fig. 2. Let P'A be a line parallel to FO, so that it is in the direction 
of g 2 i- The direction of AP’ is then fixed by the initial velocities c^yC^\ 
the orientation of the plane LMN about AP' is, however, independent of 
these velocities, and is thus owe of the additional variables of the encounter. 
It will be specified by the angle e between the plane LMN and a plane con¬ 
taining AP' and a direction fixed in space, such as that of Oz. 

The angle x through which ^21 is deflected depends, in general, on the 
magnitude g of the initial relative velocity, and on the distance 6 of A from 
either of the asymptotes. This distance b is the second of the additional 
geometric variables of the encounter. 

The functional relation between ^ ^*^^1 g depends on the law of 
interaction between the molecules. This law is involved in the following 
discussion solely through the dependence of x ^ S* Hence, both for 
generality and brevity, x retained as an unspecified function of 

b and g as long as possible. 


3.43. The apse-line and the change of relative velocity. The orbit LMN of 
the second molecule relative to the first is symmetrical about the apse-linCy or 
line joining the two molecules when at the points of closest approach. This 
apse-line passes through O, the intersection of the two asymptotes, and 
bisects the angle between them. In Fig. 3 the direction of the apse-line is 
represented by OAK, K being the point in which OA produced cuts the unit 
sphere of centre .4. The unit vector AiC is denoted by k. Ifg 2 i» kare known, 
g 2 i can be found from the fact that gji == 52 i» k is the external bisector 
of the angle between ggi s-nd ^ 21 - The components of g^i and gJi 
direction of k are equal in magnitude, but opposite in sign; the com¬ 
ponents perpendicular to k are equal. Hence g^i andgjj differ by twice the 
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[3.44 


component of^.,i in the direction of k; the magnitude of this component is 
g,,. k, so that _ ^ ^ ^ 


Combining this with 3.41,6,7, it follows that 

c[-c, = 2M^{g^, . k) k = -. k) k, 

c'-c, = - 2M,(gn • k) k = 2M,(g^i . k) k. ., 

Thus when k, Cj, are given, the velocities after encounter are determinate, 
and knowledge of k is equivalent to knowledge of the geometrical variables 

6 and e. 

If the force between molecules is always repulsive or always attractive, 
then for a given direction of g 2 i the point JC can range over one or other of 
the unit hemispheres having ^P' as axis; if the molecules repel one another, 
the pole of this hemisphere is in the same direction as^ai, while if they attract 
it is in the opposite direction. The possible positions of K are similarly 
related to -g^i'- for a repulsive force g 2 i.k> 0 , and g 2 i.k< 0 ; for an 
attractive force these inequalities are reversed. 



Figure 4 


3.44. Special types of interaction. Fig. 4, drawn by Maxwell, shows a 
number of the orbits described by one molecule, relative to another molecule 
represented by Sy when they exert a mutual repulsive force varying as the 
inverse fifth power of their distance apart; they correspond to equal values 
of but different values of b. With this law of force, or, more generally, when 
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the force varies as any inverse power of the distance, the famihes of paths 
for different values of g differ only in scale; with more general laws of force 
this is not true. 

When the molecules are rigid elastic spheres the apse-line becomes 
identical with the line of centres at collision. In this case the distance a 
between the centres of the spheres at collision is connected with their 
diameters cTj, o-g by the relation 

0-12 = iK + o-2)> .I 

and (cf. Fig. 5) b = cr^^cos^x = o-jgsin . 2 

where yjr is the angle between and k; clearly ijr = Kn — x). This model 
is unique in that x depends only on b, and not on g. 



3.5. The statistics of molecular encounters. In evaluating dJldt and A 
we suppose that encounters in which more than two molecules take part are 
negligible in number and effect, compared with binary encounters. This 
implies that the gas is of low density, so that encounters occupy only a small 
fraction of the life of a molecule. 

The probability is zero that at a given instant, in a finite volume of gas, 
dr, there shall be any molecule whose velocity is exactly equal to any 
specified value c out of the whole continuous range; it is necessary to con¬ 
sider a small but finite range of velocity, dc. Thus the probable number of 
molecules of the first kind, in dr, having velocities within the small range 
Cp dCi, is f^dc^dr, where stands for r, t)\ likewise the probable 

number of molecules of the second kind, in dr, having velocities within the 
range Cg, dCg, is/gdCgdr, where/g stands for/gfCg, r, t). 
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The probable number of encounters in dr, during a small interval di, 
between molecules in the velocity-ranges dc^, dc^, will in the same way be 
zero if the geometric encounter-variables 6, e are exactly assigned^ it is 
necessary to suppose that b, e, also lie in small finite ranges db, de. The 
ranges dc^, dc^, db, de will be regarded as positive quantities; as they are 
small, the average number of encounters of the type considered will be 

proportional to the product dc^dc 2 dbdedrdt. 

In considering such encounters between molecules having velocities 
within assigned ranges, it will be assumed that both sets of molecules are 
distributed at random, and without any correlation between velocity and 
position, in the neighbourhood of the point r * Also the interval dt which we 
consider will be supposed short compared with the scale of time-variation 
of macroscopic properties, but large compared with the duration of an 

encounter. 

In an encounter between two molecules as specified, the velocity of the 
second relative to the first, before encounter, will be Cg —Cj, or^ 2 i* 

Consider the motion of the centre B of the second molecule relative to the 
centre A of the first, or relative to axes moving with A. For such an 
encounter to occur, the line PO of Fig. 3 must cut a plane through A, 
perpendicular to AP\ within an area, of magnitude bdbde, bounded by 
circles of radii b,b-\-db and centre .d, and by radii from A including an angle 
de: also, since the relative velocity isggi* dt is large compared with the 
duration of an encounter, it follows by an argument similar to the one used 
in 2.3 that at the beginning of dt the point B must lie within the cylinder 
indicated in Fig. 6, having the area bdbde as base, and generators equal to 
■~g 2 \dt\ that is, it must lie in a volume (gdt) (bdbde) ovgbdhdedt. 

We can imagine such a cylinder to be associated with each of the 
molecules of the first kind, within the specified velocity range, in dr. If db 
and de are small, it can safely be assumed that the cylinders will not overlap 
to any significant extent, so that the total volume dv of all the cylinders is 
given by 

dv = f^gbdbdedc^drdt. 

In many of these tiny cylinders there will be no molecule of the second kind, 
having a velocity within the range Cg, dcg; and if d6, de and dCg are sufficiently 
small, we can ignore the possibility that in any one cylinder there are two 
such molecules. The total number of such molecules in the whole combined 
volume dv isf^dc^dv, which is therefore the number of “occupied cylinders 
in which such a molecule occurs. Each occupied cylinder corresponds to an 

• This “stssumption of molecular chaos” is considered by Jeans, I>yriam\oai Theory 
of Qaaea (4th ed.), chapter 4, 1925. 
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encounter of the specified type, occurring within dr during the time dt 
Inserting the above expression for du, inAdc^du, the number of encounters is 

found to be , , 


/ 1/2 gb db de dCy dc^ drdt. 


P' 



Figure 6 


This result may also be expressed in terms of the element dk, which, since 
k denotes a unit vector, represents an element of sohd angle (of. 1.21). Since 
k makes an angle i(7r-x) withgjj, and the plane through k andmakes an 
angle e with a fixed plane through g^j, i(7T-x) and e are polar angles 
Specifying the direction of k, and 

dk = sin i(7r - X) d(ix) de 
= i cos ixdxde 


= ij^cos ix 

Hence if we write* gbdbde = k^^dk, . 3 

♦ In some cases this transformation needs careful treatment, because db/dx is not 
always of the same sign for molecular pairs of particular types, so that b is not a one¬ 
valued function of x- Where such difficulties arise, the symbol niay, however, 

be regarded as merely a convenient brief notation for gbdbde. 
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the positive scalar factor k ^2 given by 




and is a function of g and b, or ofg^i and k; it may therefore be denoted 
more explicitly by k)- The form of the function k^^ depends on the 

law of interaction between a molecule of the first kind and one of the second 

kind. 

Since g = g\ and the angle between gai and - k is also i( 7 r-x), 

— k) = ^ 12 (^ 21 * ^)* .5 


Substituting iox gbdbde in i, we obtain 

/ 1/2 ^12 dkdc^dc^drdt . 6 


as an alternative expression for this number of encounters. 


3.51. An expression for A f. If there are several gases in a mixture, the 
rate of change, by molecular encounters, of the mean value (<^i) of ^ for 
molecules of the first gas can be divided into the parts A^f^y due 

respectively to encounters with molecules of the first, second,..., gases. 

Thus + .... .I 


In an encounter of a molecule of the first gas, the value of for the mole¬ 
cule, which when written in full (as in 2 . 22 ) is 0 , is changed to 

signifying r, t). Thus the <f> for this molecule is altered by the amount 

The change in due to all encounters of the special type con¬ 
sidered in 3 . 5 , between a molecule of the first gas and one of the second gas, is 


therefore 





Integration, first over all permissible values of k, and then over all values of 
Cl and C 2 , gives the total change during dt in summed over all molecules 
of the first gas in dr, due to their encounters with molecules of the second gas. 
Since the number of molecules Wj in dr is n^dr, this integral must equal 
Uj^drAzfidt, Dividing by drdiy we get 

~ • .3 

As explained in 3.43, the variable c[ in (/>[ is a function of Cj, Cg, k. 

The value of n^A^ can be obtained from 3 as a special case by replacing 
^2 by Wi in the relation between c[ and Cj, Cg, k, and using the relation 
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betweenxand k (or a: and b,g) appropriate to the law of interaction between 
two like molecules instead of that between tbe unlike molecules m and 
m,,; the symbol will then be replaced by k,. To distinguish between the 
initial velocities of the two encountering molecules, one velocity will be 
denoted by Cj, as before, and the other will be written without suffix as <■ 
Similarly the two functions/j,/, will be written as/,,/, being now identical 
except that in the former the variables are c,, r,t and in the latter they are 
c, r, t. Thus 

—?ii)//iAjdkdcdc,. ^ 

When the gas is simple, that is, when molecules of one kind only are 
present, the suffix 1 in the symbol may be omitted; but it must be 

retained in the integral, in order to distinguish between the initial velocities 
of two molecules (now of equal mass) involved in an encounter, since the 
two velocities are separate variables of integration. 

3.52. The calculation of dJIdt. Uke A dj/dt may he divided into the 

parts (5<;/i/^0n (^e/i/^ 02 ) •••» fo the encounters of molecules m with 
molecules mi, m ^,... respectively; thus 



When an expression for has been obtained, the values of the other 

parts of d^fijdt can be derived by changes of suffix. 

Consider the set of molecules of the first kind, situated within dr, which 
have velocities within the range c^, rfcj; the expression 



dc,drdt 


signifies the net increase, during dt, in the number of molecules of this set, due 

to encounters with molecules of the second kind (without restriction as to 

the velocity of these latter molecules). This net increase is the difference 

between the numbers of molecules of the first kind, within dr, which durino- 

dl enter and leave the set, owing to encounters with molecules of the second 
kind. 

Every encounter of a molecule of the set results in a change of velocity. 

and so involves the loss of the molecule to the set. Thus the number k 

molecules lost to the set during time dt, owing to the particular group of 

encounters with molecules such that Cj and k lie in ranges dc^ and dk, is by 
3,5,6 equal to 


/i A ^lidkdci dc 2 drdt. 
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The total loss for all values of and k is found by integrating with respect 

to k and C,; this gives j. rr^ 

^ dCidrdt}}fifzfCi2dK.dC2. . z 

The number of molecules entering the set Cj, dc^ owing to encounters 
with molecules during dt may be found in like manner. We must, for this 
purpose, consider encounters such that the velocity of a molecule after 
encounter lies in the range dc^. Such encounters will be termed inverse 
encounters i those in which the initial velocity of the molecule lies in the 
range Cj, dc^ may be styled direct encounters. Corresponding to any direct 
encounter specified by the variables Cj, Cg, k, there is a closely analogous 
inverse encounter in which c^, are the final velocities of the two molecules, 
while - k is the direction of the apse-line. This correspondence is illustrated 
in Figs. 3, 3a (p. 57), which refer to the encounter of molecules behaving 
like force-centres, and shows the motion of one molecule relative to the other. 

If the initial velocities in the inverse encounter are denoted by cj, Cg, then 
by equations 3.43,2, on interchanging Cg and c^, c^, and replacing k by 

- k .„d by I 

o;-Cj = -2jtf,(k.gj,) k.l 


so that Cj, Cg are equal to the final velocities in the direct encounter, as is also 
evident from Figs. 3, 3a. 

Consider the inverse encounters specified by the variables c[, C 2 , — k, 
and the ranges dc[y dc'^y dk; the number which occur in dr during the time 

- k) dkdc[dc'^drdt 


or, by 3 . 5 , 5 , 


fif2^i2iS2ii ^)dl^dc^dc2drdt. 



This is a function of c^, C 2 and k, in virtue of the relations 3 . For any given 
value of k, the velocities c^, Cg of the molecules after encounter lie in ranges 
of magnitude dc^, dc 2 ,* where, by the theory of Jacobians, the sixfold 
(positive) differential elements dc^dCg and dcjdca are connected by the 


relation 


dcJdCg = ] JldCjdCg, 



* This statement is not strictly accurate. To a volume-element dc^dc^ in the six- 
dimensional space in which the coordinates of a point are the components of cmd 
there corresponds a volume element 6 in the six-dimensional space in which the 
coordinates are the components of and but 8 cannot in general be put into the 
form dcj'dcj', any more than the element of area between the pairs of curves J = ^(x, y), 
i-\-d^= y), and 7} — ^(x, y), y + d?/ = )^(x, y), can in general be expressed as 

equal to an elementary rectangle dxdy. However, just as the small area between 
these pairs of curves can be divided up into a large number of still smaller rectangles 
dxdy, so S can be divided up into elementary volumes dci'dc,'. Summing over all these 
volumes, we find that the number of inverse encounters occurring in dr during d<, and 
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where J denotes the Jacobian 

5(C|, C 2 ) _ V ^, 1 ^ 2 , V 2 , w'^ 

Vj, W? 1 , Mg. 

(cf. 1.41). The partial differentiations involved in J are to be performed 
regarding k as a constant. Since the equations 3 , which give c^, Cg in terms 
ofCi, Cg, are linear, J depends only on But are given in terms 

of cl, cl by equations differing from 3 only by having accented and un¬ 
accented letters interchanged; thus the Jacobian J', defined by the equation 

J, ^ C 2 ) ^ 0 (^ 1 , tJi, 2 ^ 1 , Ug, Wg) 

0{Ci, Cg) Wg, Vg, w ^)' 

IS equal to the same function of k, wij, wig as J, and so J = J. But by the 
theory of Jacobians JJ' = 1, and so J = + 1 . Hence, by 5 , 

d€[dc2 = dc^dc^y 6 

and the number 4 of inverse encounters can accordingly be expressed in the 

f'J'^k^^dkdc^dc^drdt. J 

This will represent the number of encounters such that the final velocities 
lie in the ranges dCj, dCg, and k lies in the range dk. On integrating over all 
possible values of k and Cg, the total gain by encounters during dt to the set 
of molecules Cj, dcj in the volume dr is found to be 

dCjdrd/JJ/j/gAr^gdkdCg. g 

Combining 2 and 8 , we get 

dC\drdt^^ (/i/g—/i/g) ^jgdkdcg 

for the net gain to this set. 

This net gain is denoted hy (d^ffdt) 2 dc^drdt. Hence, dividing hy dc^drdt, 
we find that /P f \ re 

“ J J (/l/ 2 ~/l/ 2 ) 9 

which is the required expression for ( 0 e/i/ 0 O 2 - 


specified by the variables Cj', —k, such that k lies in dk and the point with co¬ 
ordinates (Mj', Vi, v^y w^) lies in 5, is 

^f\ f%tcy%igx\* d^drdt. 

Then we can prove, as in the text, that 

^ = I J I dc^dc^ = dcjdci, 

and so derive the expression 7 . 
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From this and 3 . 11,2 we obtain a second expression for A^fi, namely, 


The corresponding formulae for (dgfjdt)^ and 


10 


11 

12 


3.53. Alternative expressions for nAf; proof of eqitality. The equality of 
the expressions for n^A^^i gi'^en by 3.51,3 and 3.52,lo can readily be 
established. In the integral 


jjj^lflf2^12^^^^1^^2 .* 

let the variables of integration c^, Cg, k be changed to cj, c^, — k, these being 
functions of Cj, Cg, k (cf. 3.43). Then is the same function of the new 
variables as of the old; also dc^dc^ = dc[dc'^, and dk = d( — k) (since both 
elements are essentially positive); hence the integral is equal to 


JJ/^i/i/ 2 ^i 2 (^ 2 i» — k)d( — k)<iCidc 2 . 

Now Cl, Cg, — k are variables specifying a certain encounter, namely, the 
encounter inverse to that specified by Cj, Cg, k: and integration over all 
possible values of Cg, — k is equivalent to a summation over all possible 
inverse encounters, or, since every encounter is inverse to another encounter, 
over all possible encounters. Since cj, Cg, — k are variables specifying an 
encounter, Cy , Cg, k may be written in their stead; the variables c^, Cg, k which 
specify the inverse encounter must then be replaced by cj, Cg, — k. Hence the 
integral becomes equal to 

0 /i(Ci, r, 0/2(C2. k)dkdCidC2 

or, in brief, //J$^l/i/ 2 ^i 2 <^k^^i^ 2 - .* 

From the equality of x and 2 that of the two expressions for 
follows. 


3.54. Transformations of some integrals. The proof in 3.53 is independent 
of the nature of the functions 0 ,/, and similar arguments serve to establish 
a number of analogous analytical results which may be quoted here for later 
reference. 
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First, if G and <!> are any functions of velocity, position, and time, such 

arguments show that 

m<}>x^\G2ki^d\s.dCydc2 = U^^*\^xG2^l^d^s.dc^dCo. .i 


In this equation replace <j>^ by unity and by then it becomes 

From this equation and i it follows that 

= 9 ^ 1 ) (-^ 1 G^ — F{G'^)ky^d]^d4:ydc2 . 


Froni A, omitting the s^^ffix —, the wiiCGpcnding equation for encounters 
between pairs of molecules rriy is obtained; this is 

iliU^lG-F[G')k^d^^dc.^dc=^lii{<t>^-<j>[)(F^G~F[G')k^d^^dc^^ 


Since and c both refer to molecules my, an interchange of and c does not 
alter the value of either integral. Thus, making this interchange on the 
right-hand side of 3 , we have 

l\i4^i{^iG-F[0')kyd)^dCydc = illi{^-^')(FGy-F’G[)kydy.dCydc. 

Adding to 3 this equation and two similar equations, in which FyG-F[ G' 
on the left-hand side is replaced by FGy - F' Gy, we get 

lli<j>x(FyG-^FGy -F'yG'- rG'y) kydkdCydC 

— <p'y) {FyG~{- FGy~ F'yG' ~ F'G'y) kydkdCydc. 


In this equation put F = G. Then 

ijf(pi{FFy - F'F'y) kydkdCydc 

= i+ 5^1 - ky dkdcydc. 


3.6. The limiting range of molecular influence. The integration with 
respect to k in 3.51-3.54 was tacitly supposed to be taken over all permissible 
values of k; that is, since ky^dk = gbdbde, over all values of b from 0 to 00 , 
and all values of e from 0 to 27r. But this statement requires some qualifica¬ 
tion when applied to integrals such as 3.52,2, since such integrals become 
infinite if the range of integration with respect to b is infinite. Some upper 
limit for. b, representing the limiting range of molecular influence, should 
really be taken; this distance might vary to some extent with g, but with 
gases of moderate density it is usually considerably less than the mean 
distance between neighbouring molecules. To make the distance definite we 








68 The Equations of Boltzmann and Maxwell [3.6 

may, for example, choose to ignore all grazing encounters during the 
whole course of which the deflection x of the relative velocity is less 
than a very small angle 8\ then when the force between molecules is 
always repulsive the angle between k and ^ 2 i> ii^stead of taking all values 
less than must be less than — <5), and similarly for an attractive force. 

The value of the integral 3.52,a will depend entirely on the upper limit 
chosen for 5, but in such integrals as 3.51,3,4, 3.52,9,io,ii,ia, where the 
integral contains a factor such as ^ the case is different; as b tends to 
infinity, c^, Cg approach the initial values c^, C 2 , so that <j>' becomes equal 
to <j). It is found that, when the relation connecting x, b and g corresponds 
to the laws of force which hold good in the case of most actual gases, the 
larger values of b contribute very little to the integral, and the result is 
not appreciably affected if, for analytical convenience, the integration is 
extended up to 5 = 00 . 

Where this procedure is illegitimate (as, for example—cf. 10.33—^when 
the molecules repel or attract according to the inverse square law) 6 must be 
restricted, and a discussion of the effect of encounters in which more than 
two molecules participate is required. In this case, moreover, it is not true 
(as was assumed in the derivation of Boltzmann’s equation) that molecules 
are appreciably influenced by forces of interaction only along a small portion 
of their paths, and therefore the results derived from Boltzmann’s equation 
cannot be expected to give more than the correct order of magnitude of the 
quantities concerned. 


4.1] 
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Chapter 4 

BOLTZMANN^S//-THEOREM AND THE MAXWELLIAN 

VELOCITY-DISTRIBUTION 

4.1. BoUzmanrCa H-theorem: the uniform steady state. Consider a simple 
gas whose molecules are spherical, possess only energy of translation, and 
are subject to no external forces. If its state is uniform, so that the velocity- 
distribution function / is independent of r, Boltzmann’s equation 3 . 1 ,i 
reduces to 

after substituting for d^fjdt from 3.52,xi. 

Let H be the complete integral (that is, the integral over all values of the 
velocities) defined by the equation 

H = J/log/dc. 

Then // is a number, independent of r, but a function of i, depending 
only on the mode of distribution of the molecular velocities. Also 

^ (/log/) dc = J{ 1 + log/) |dc 

= JJJ(l + log/)(/ 7 i-//i)i’irfk<te<i!Ci . 3 

by I. Hence, using 3 . 54 , 5 , 

“J""" i JJI ^ ^ ^ ^ ~ ~ ^ 

X (/71-//i)^WkcicdCi 

= 5 JJJlog (//i//7I) (7/; -fA)hdkdcdc, .4 

Now log(//i//'/i) is positive or negative according as is greater or less 
than/'/J, and is therefore always opposite in sign to/'/J—//i. Thus the 
integral on the right-hand side of 4 is either negative or zero, and so H can 
never increase. This is knowm as Boltzmann’s //-theorem. 
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Since H is bounded below,* it cannot decrease indefinitely, but must tend 
to a limit, corresponding to a state of the gas in which dHIdt = 0. By 4 , this 
can occur only if, for all values of c, c^, 

rfi=fu .5t 

or, what is equivalent, 

log/' + log/; = log/ + log/i. .6 

Comparing 5 and i, we see that, if dHjdt = 0, then dfjdt = 0 also, so that the 
state of the gas is steady as well as uniform. Conversely, if the gas is in a 
uniform steady state, not only must dfjdt = 0 , but also, since H depends only 
on/, dHjdt = 0, for which 5 is necessary. That is to say, the solution of 


JJ(/7;-//i)^irfkdCi = 0 . 7 

is 5 or 6 . 

Equation s implies that the number of encounters between molecules 
with velocities in the ranges dc, dc^, such that the direction of the apse-line 
lies in the range dk, is equal to the number of inverse encounters of a similar 
type which result in molecules entering these velocity-ranges (cf. 3.52). 
This is expressed analytically by the equation 

-k)dkdc'dc; =//iA:i(^ 2 i»^^)^kdcdCi, 


which is satisfied by virtue of 5 and the relations 


dc dc^ — dcdCj, ^)* 


Thus not only is the state of the gas steady, so that encounters as a whole 
produce no effect, but also the effect of every type of encounter is exactly 
balanced by the effect of the inverse process. This is an example of detailed 
balancing^ now adopted as a general principle in statistical mechanics. J 
Equation 6 shows that log/ is a summational invariant for encounters 
(3,2). Thus it must be a hnear combination of the three summational 
invariants of 3 . 2 , 2 , so that 


log/ = . me —. 8 


* This is because H = —00 only if the integral 

J/log/dc 

fails to converge. Now / -► 0, log/ — 00 as c -► 00 ; also the integral 

J/. Jmc^dc, 

which represents the (finite) total energy of translation of the molecules, must con¬ 
verge. Hence, roughly speaking, the integral for H can fail to converge only if — log/ 
tends to infinity more rapidly than c*. But this implies that / tends to zero more 
rapidly than e“**, and when this occurs the integral for H certainly converges, 
t Equation 5 first occurs in Maxwell, Phil. Trans. Roy. Soc. 157, 49, 1867. 

J R. H. Fowler, Statistical Mechanics^ p. 417 (1929), or p. 660 (1936). 
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where, since log/ is a scalar, anda^^) are scalars and a< 2 ) is a vector; all 
three must be independent of r, t, since the state of the gas is uniform and 
steady. This equation is equivalent to 


log/ = + -\-afv + aSpw) - + w^) 



+ (v - ctf + (w 



where is a new constant. Thus, if C' = 



^(0)g-a‘3).imC'2 



This result was first obtained by Maxwell, and a gas in the state defined 
by 9 may be said to be in the Maxwellian state.* 

The constants a<®>, and a<3) can be evaluated in terms of the number- 
density n, the mean velocity Cq, and the temperature T. First we have 


n ~ jfdc = 


whence, on expressing C' in terras of polar coordinates C\ 6, 9 , 


n = a«»J “ 





r2n 


= 


277 \i 


\ma 


( 3 ) 


using 1.4,a. Again, 


tiCq = jcfdc 

= ;(af2)/a(3> + C')/dC' 


= C' dC\ 


The second term vanishes because the integrand is an odd function of the 
components of C'; hence Cq = and C' is identical with C, the peculiar 

velocity ( 2 . 2 ), so that 9 takes the form 




* The variable C' of 9 should not be confused with the peculiar velocity of a 
molecule after collision, for which the same symbol C' is used in subsequent work. 
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Finally 




i 



by 1.4,z. Hence — \jkT. 

Consequently 9 is equivalent to 

/ - .“ 

which is the usual form of Maxwell’s velocity-distribution function. 

It therefore appears that when the density, mean velocity, and tempera¬ 
ture of a uniform gas are assigned, there is only one possible permanent mode 
of distribution of the molecular velocities, and that the actual mode, if 
different, will tend to approach this mode. 

4.11. Properties of the Maxwellian state. The number of molecules per 
unit volume with velocities in the range c, dc is fdc orfdudvdw. Hence the 
number of molecules per unit volume, in the Maxwellian state, whose com¬ 
ponent velocities lie between the limits u and u + du,v and v -i- dv, and w and 

w + dw, may be written 

n(ml 27 TkT)^ . Q-kmiw-wj^ikT^yj^ 

This indicates that the distribution of u is independent of the values of v, w; 
thus the probability that the a:-component of the velocity of a molecule lies 
between given limits is independent of the value of the component per¬ 
pendicular to Ox; the x-component is distributed about its mean value Mq 
proportionately to the “error function” 


or e”**, where s® = Jw(m — v,^^jkT. 

Writing dc = dC = 0* sin and integrating with respect to 0 

and <p, the number of molecules per unit volume whose peculiar speeds lie 
between C and 0 + <^0 is found to be 



Q2 ^-mC*ltkT 


y 


X 
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which is proportional to where = C^I2kT. Graphs of the two 

functions e are given in Fig. 7. The first illustrates the distribution 

of any component of the peculiar velocity, and the second shows that of the 
peculiar speed C. 


y 



The mean value of any function of the molecular velocity for a gas in the 
Maxwellian state can be found from the equation 

nf =j<f>fdc = 

If the function is of odd degree in any component C7, F, or W of the peculiar 
velocity, its mean value vanishes. 





74 Boltzmann*s H-Theorem and the [ 4.11 

The mean value of the peculiar speed C is given by 

= in ^ 

SkT \i 

^ nm f * 

by 1.4,3. 

The mean value of is given by 

.3 

m 

(cf. the definition of temperature in 2 . 41 ,i). The root-mean-square of the 
peculiar speed is defined as equal to It is thus not equal to the mean 

speed; in fact 

= C^iSnlS) = 1 - 0860 . ......4 

Another mean value needed later is that of the 2-component of the 

* 

peculiar velocity, averaged over those molecules at a given point for which 
this component is positive; it will be denoted by W+. Since the number- 
density of such molecules is Jn, 

inW^=jjWdC, S 

where the integration on the right extends over all values of C for which 
W >0. Hence, using 1 . 4 ,2,3, 

_ w»t7* /*oo mr* /*oo mIF* 

w; = 2. (2^1 I e 1 e~^^dV I We~^dW 

2JcT\^ 
nm 

= .6 

The components of the pressure tensor ( 2 . 31 , 3 ) can readily be found. 
Since the mean value of any function of the velocity odd in U, 7 , or W is 
zero, the non-diagonal terms of the tensor vanish, while by symmetry 

Pxx = Pw==Pzz = iiPxx + Pvu -^Pzz) 

— p = kriT, and p = ^'nTU. 7 

Hence in this case the pressure system is hydrostatic ( 2 . 32 ). 
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4 . 12 . Maxwell’s original treatment of velocity-distribution. The above law 
of distribution of velocities, 4 .1,10, was first given by Maxwell* for the case 
of a gas at rest. His original argument is of historical interest, though not 
mathematically rigorous. He assumed that, as the component velocities 
M, V and w of a molecule are perpendicular to each other, the distribution of 
one of these components among the molecules will be independent of the 
values ofthe other components. Assume, then, that is the probability 

that a molecule should possess an a:-component of velocity between u and 
n + du, and that F(u) is independent of v, w. Then the probabilities that 
its y- and z-components of velocity should have values between v and v + dv, 
w and w + dw, are similarly F(v)dv, F{w)dw, hence if 

f(u, V, w)dudvdw 

denotes the number of molecules per unit volume whose component velocities 
lie in the ranges rfw, dv, dw, 

f(u,v, w)dudvdw = nF{u)duF(v)dv F(w)dw. 

Now in a gas at rest there is nothing to distinguish one direction from 

another; thus/(M, v, w) can depend on u, v, w only through the invariant 

+ + Thus 

n F(u) F(v) F(w) = f{u, v, w) = ^(^2 + 1,2 + w^), 
say. The solution of this functional equation is given by 

F{u) = 

f{u, V, w) == ^(U^ + V^ + V}^) = 

where x, y are arbitrary constants; this agrees with the form derived above 
for/, taking tix^ = y = — 

The unsatisfactory feature of this proof is the assumption that the 
distribution of each of the three velocity-components among the molecules 
is independent of the values of the others. As these three components do not 
enter independently into the equations governing a collision, it would be 
natural to suppose that the distributions of the components are not inde¬ 
pendent. 

On account of this defect, Maxwellf attempted a second proof, which was 
also imperfect; he showed only that if in a gas the Maxwellian distribution of 
velocities was once attained, it would not alter thereafter (since//J =//i, 

* Maxwell, Collected Works, 1 , 377; Phil. Mag. (4), 19 , 22, 1860. 
t Maxwell, Collected Works, 2, 43. 
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[4.13 


so that dffdi = 0 ). Boltzmann first showed, by his ^-theorem,* that the gas 
would tend to the Maxwellian state. The demonstration was improved later 
by Lorentz,t substantially to the form given above in 4 . 1 . This proof 
also is open to some objection, because of the assumption in 3.6 that there 
is no correlation between the velocity and the position of a molecule. 
In very dense gases it is, in fact, probable that the velocity of one molecule 
is related to the velocities of other neighbouring molecules, in whose close 
proximity it remains for some time by reason of the close packing of the 
molecules; but for gases under ordinary conditions the assumption appears 
to be valid, f 

4 . 13 . The steady state in a smooth vessel. Maxwell’s form for/also applies 
to the steady state of a gas at rest in a smooth-walled vessel under no forces. 

Consider defined by 

= IHdr = ///log/dcdr .i 


(cf, 4.1,2), the space-integration extending throughout the volume of the 
vessel. In the time-derivative of this equation, 


^“=|J(log/+l)|<icdr, 


we substitute for dfjdt from Boltzmann’s equation 3 . 1 ,i, omitting the term 
containing F, since F = 0 . We thus have 


dH, 

dt 


= JJ(log/+l)(|^-c.|)dc<ir 

=JJ(log/+1) - JJc. 


S/log/ 

dr 


dcdr 


The second term becomes, on transformation by Green’s theorem, 

- ffc^/log/dcdS 


or 


- C. log fdS, 


where c„ is the component of c along the outward normal to the element dS 
of the surface of the vessel. Consider the contribution to this integral from 
any element dSt which we may without loss of generality take perpendicular 
to Oxy since the directions of the axes of reference are arbitrary. Since the 
vessel is smooth, the molecules that leave are the same as those that strike it; 


• Boltzmann, IVien. Sitz, 66, 276, 1872. 
t Lorentz, Wien. Sitz. 95 (2), 127, 1887. 

t Soe Jeans, Dynamical Theory of Oasea (4th ed.), pp. 59-64, 1925. 
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their a;-components of velocity are exactly reversed, and their y- and z- 
components are unaltered. Hence near dS 


and so 


/( - Uy Vy W) = f{Uy V, tO)y 

log/ = U log/ = 0. 


Thus the contribution to the integral from this element vanishes. Since the 
element dS is arbitrary, the integral as a whole vanishes. 


It follows that 


dH. 


=JJ(log/+ l)^dcdr 


After substituting for djjdt from 3.52,n, we may show, as in 4.1, that 


dH. 


and hence that when the state of the gas is steady (so that df/dt = 0 and 
dHolSt = 0) log/must be a summational invariant, as in 4.1,8. Consequently 
aj/a< = 0, and mc^ 


the variable c taking the place of C because the gas is supposed to be at rest. 

The quantities w, T in this equation might conceivably be functions of r, 
as the state has not been assumed uniform. But Boltzmann’s equation for/, 
which now reduces to 


Sr 


must be satisfied for all values of c; this implies that n and T are independent 
of r. 

When the walls of the vessel are not smooth, no such simple proof that 
Maxwell’s formula remains valid seems available.* 

4.14. The steady state in the presence of external forces. We next consider 
the case when an external force mF acts on each molecule {F being, as before, 
independent of the velocity c of the molecule). As in 4.1 


|"-J(l+log/)|ic 

_ r/^e(/log/) „ S(flogf) 
“Jl dt ^ Br ~ 


dx 

0C 


dc 


g(/log/) 

0 c 


^dc. 


* On this point see R. H. Fowler, SUUistical MechanicSy pp. 697-99 (1936) 
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In the last term we have three components of the integral 


a(Ziog/)^ 

0C 


to consider. In the component 



M^dudvdw 

ou 


an integration with respect to u gives 


JJjyiog/j J,vdw 


which vanishes since/log/ must vanish when c or any of its components 
tends to ± oo. Hence the integral 2 vanishes. 

If the gas is in a smooth-walled vessel at rest, or if its density tends to zero 
in all directions, it may be shown, as in 4 . 13 , that the second term on the right 
of I contributes nothing to defined as before by 

= IHdr, 

Thus again it follows that ^ 0 , and in the steady state 'bJl'bi = 0 and 




mC* 


where C = c-Cq and w, Cq, T are independent of c and but may now 
depend on r. 

To examine this dependence, we substitute from 3 into Boltzmann’s 
equation, using the form given in 3 . 13 , 3 , since in 3 / is expressed in terms 
of the peculiar velocity C. Since the state is steady, DjDt in 3 . 13,3 may be 
replaced by c©. 9 /dr; also we have seen that d^fjdt = 0. Hence, on dividing 
by /, this equation becomes 




dr 


dr 


1\c] 9 log / Slog/ ^.^c -0 

r \‘’■ar/®r ac ac 


Since 


we have 


log/ = log (n/T*) — mC^j 2 kT + constant, 


^log/ 91 og(n/T*)_^ dT 


9 log/ mC 


dr 


dr 


2 kT^dr' dC 


kT 


Using these values, we can express the left-hand side of 4 as the sum of a part 
independent of C, and parts involving C to the first, second, and third powers 
of its components; these must vanish separately, since the equation is an 
identity in C. 
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The part of the third degree in C is 

2kT^^'br “ 


whence it foUows that 9T/8r = 0, that is, the temperature must be uniform 
throughout the gas. Allowing for this, the part which is of the second degree 
in C becomes 



whence it follows that 



or e = 0 in the notation of 1.33. This implies that 

^ dua dva 

dx dy dz ’ dz dy dx dz ~ dy ~ 

As shown in books on elasticity,* the solution of these equations is 

Co = c' + o>Ar, g 

where c' and to are arbitrary constants. Thus the mean velocity of the gas at 
any point is the same as the velocity of a rigid body moving with a screw 
motion. 

First consider the special case when = 0 . This ensures the vanishing of 
the part of 4 which is independent of C; using the conditions Co = 0 and 
dTjbr = 0, the remaining part, of the first degree in C, becomes 

^ (dlogn mF\ 
dr kT)^ 

Since this vanishes for all values of C, 

9 log n rn ^ 

. ^ 

The steady state is therefore possible only if F is the gradient of the scalar 
function (kTlm)\ogn, so that the field of force must possess a potential W, 
satisfying the equation 

kT 

^ =-log n + constant. 

m ® 

The density distribution is given in terms of W by 

n = .^ 

• Cf. A. E. H. Love, The Mathematical Theory oj Elasticity, § 18, 1927. 
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where is a constant, being, in fact, the number-density at points at which 
= 0 . Hence the complete expression for / is 



n 



m 


27TkT 


-m(2'P+c*)/2kT 

4 



Thig result was first given by Maxwell* as a deduction from his equation 
4 . 1 , 5 . Boltzmannf later gave the same result (apparently unaware that 
Maxwell had already published it); his proof was based on the -theorem, 
and supplied a needed foundation for Maxwell’s deduction. 


Consider next the case when Cq does not vanish. Let Oz be taken as the 
axis of the screw motion; then the components of Cq are ( —wy, wx,c'), and 
we find , 


(co • af) Co - 


dr 


where 





The equations obtained on equating the terms of first and zero degrees in C 
to zero are now 



mF _ m a dlogn 

kT'^kT~dr} ar 


zo 


The first of these implies that F is again derivable from a potential and 
that the number-density n is given in terms of by 

n = .II 


Comparing this with 7 , we see that the effect of the motion on the density- 
distribution is the same as if a field of centrifugal force, of potential IFq, acted 
on the gas. 

Using this expression for w, and remembering that CQ.dWJdr = 0, we 
obtain from the second of equations 10 the condition 



expressing that the motion of the gas must at every point be along an 
equipotential surface ^ = constant. Thus if (o = 0 and c' # 0 , does not 
depend on 2 , and if c' = 0 and w / 0 , must be symmetric about Oz: if 
both c' and w do not vanish, ^ is constant along spiral curves with Oz as 


axis. 


If the gas is enclosed in a smooth stationary vessel, the motions must 
be consistent with the shape of the vessel: that is, the gas must in general 


* Maxwell, Nature, 8, 537, 1873; Collected Works, 2, 351. 
t Boltzmann, Wien. Ber, 72, 427, 1875. 
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be at rest, but if the vessel possesses symmetry about an axis a rotation 
about this axis is possible. 

When c' = 0 and F = 0 the form of / is 


This form of the velocity-distribution 
indicated by Maxwell.* 


{u*+e*+ tv* + 2u>(uy - vx )) 


function for a 


rotating gas was first 


4.2. The H-tkeorem and entropy. For a gas in the uniform steady state 
the quantity defined by the equation 

^ = if^ogfdc == nlogf, 

can be expressed in terms of n and T. For in this case 


log/ = logw-f-f log(m/27rA:T)-mC2/2A:T, 

whence H — n{log n -i- f log{m/2nkT) — |} 

(cf. 2.41,i). If the total mass of gas present is M, the volume occupied by the 
gas is Mjp, or MImn. On integrating H through this volume, it follows that 

= (-^M){logn + f Iog(wi/27rA:T)-f}. 

The entropy S of the gas (cf. 2.431) is such that 


= Jl/|c„ 


ST k SV 
T 


Since c„ = Zkj2m in this case (there being no communicable internal energy), 
and nV is the total number of molecules, which is constant, 



MknST 
m \2 T 


whence, on integration, we find 




m 

m 


log (T*/n)H-const.; 


thus S -I- kH^ = — -— {log(2;rI7m) -h 1} + const. 

The right-hand side of this equation is independent of the state of the gas; 
hence, except for an additive constant, 

S = -kHo. . I 


• Maxwell, Nature^ 16, 244, 1877. 
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This relation connects Hq with the entropy* when the gas is in a uniform 
steady state. For non-uniform or non-steady states there is no thermo¬ 
dynamic definition of entropy, but the concept of entropy may be generalized 
to such states, taking equation i as the definition. Boltzmann s if-theorem, 
which shows that for a gas not in a steady state must decrease, is a gene¬ 
ralization of the thermodynamic law that entropy cannot diminish. This 
association of H with S was indicated by Boltzmann in 1872. 


4.21. f ne H-theorem and reversibility. Suppose that at a certain instant 
the velocity of every molecule in a mass of gas in a uniform state under no 
forces is reversed; the value of if or n log/ will be unaltered by this process. 
The molecules will now retrace their previous paths. Since, in general, 
dHjdt < 0 before the change, one infers that dHjdt > 0 after the change, which 
contradicts the if -theorem. Thus a paradox arises. 

This paradox is one of a series occurring in the kinetic theory. Consider, 
for example, the following paradox relating to an atmosphere in a steady 
state under gravity. Any one molecule has a constant downward accelera¬ 
tion due to gravity, and since, with the velocity-distribution of 4.14,8 
velocities in all directions are equally likely, collisions with other molecules 
may impede, but will not completely destroy, the downward motion of the 
molecule.t Hence the gas as a whole must descend; that is, it cannot be in 
a steady state. 

This second paradox is easily resolved. If the atmosphere is held up against 
gravity, it must be held up by a surface, and collisions with this surface 
interrupt the steady descent. To see how the steady state is maintained at 
a level well away from this surface, consider two neighbouring horizontal 
planes A and B, of which A is above B. Because of the action of gravity it is 
more probable that a molecule which at the beginning of a short interval is 
at A will sink to B during that interval, than that a molecule initially at B 
will rise to A . As, however, the density of molecules is greater at B than at A, 
the smaller proportion of the molecules initially at B which rise to A can 
exactly balance the larger proportion of molecules initially at A which sink 
to B. Hence each molecule can tend to diffuse downward with a certain 
velocity, and yet the mean velocity of molecules at a given point can vanish. 

The first paradox can be dealt with in like manner. In the argument 

* In Boltzmann’s papers of 1872 and 1876, in which the H-theorom was introduced, 
he used the symbol E (presumably because it is the initial letter of entropy) for what is 
now denoted by H ; Burbury [Phil, Mag. 30, 301, 1890) seems to have introduced the 
symbol H, though later he used B to denote an almost identical function. Boltzmann 
used the symbol E as late as 1893, but in 1896 adopted the letter H ; cf. Nature, 139, 
931, 1937. 

t Cf. 6.6, on the persistence of velocity after collision. 
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leading to the i^-theorem appeal was made at several points to ideas of 
probability, e.g. in the definition of the velocity-distribution function, or the 
calculation of thenumberofencountersof agiventype. Thus the i^-theorem 

is to be interpreted as implying, not that H for a given mass of gas must 
necessarily decrease in a given short interval, but that a decrease is more 
probable than an increase. This would appear, nevertheless, to be incon¬ 
sistent with reversibility, since to every state of the gas for which H is 
decreasing there corresponds one for which H is increasing equally fast, and 
so, if one state of the gas is chosen out of all possible states such that H has 
a given value, it is just as likely that dHIdi shall be positive as negative. 
Comparison with the second paradox suggests a solution of this one. The 
value of dHjdt which we have found is, as it were, a velocity of diffusion, 
analogous to that of a molecule at A in the preceding paragraph, with which 
H tends to approach its minimum value as the actual state of the gas varies 
among the different possible states. It may be negative, even though the 
mean value of the “velocity” dHjdt for all possible states with a given H 
vanishes, provided that the possible states with a smaller value of H are 
more numerous than those with a larger value, i.e. provided that smaller 
values of H are intrinsically more probable than larger. It is actually a 
result of statistical mechanics that the Maxwellian velocity-distribution 
function gives the most probable distribution of the molecular velocities.* 

4,3. The H-theorem for gas mixtures; equipariition of kinetic energy of 
peculiar motion. The velocity-distribution functions for a mixture of gases 
in a uniform steady state under no forces may be obtained by a generalization 
of the argument of 4.1. For simplicity, we consider only a binary mixture. 
By analogy with 4.1,i, the equations satisfied by the velocity-distribution 
functions /j, /g are 

0 = =Jj(-P'2-l^'--F2^)^2dkdc+ jJ(/{ F^-/,F,)i:,,dkdc^ .I 

where, for the present, /g has been replaced by Fg, in order to emphasize 
the distinction betw'een the functions/ifCj, r, t) and /^fc, r, t) for molecules 
of the first kind, and the functions/ 2 (C 2 , r, t) and /gfc, r, t) for molecules of 
the second kind: these are represented in the above integrals by/j,/ and 

Multiply the first of equations i by log/^ dcq, and the second by logigdCg, 

* Jeans, Dynamical Theory of Gases (4t!i ed.), chapter 3, 1925. 
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and integrate over all values of Cj, Cg respectively; then, on transformation 
by 3.54,2,5, they become 

i /J/(log/i + log/- log/; - log/') (//; -//i) 

+ i JJJ(^®S/l “ (/l ■^2”/l-^2) “ ^1 

i /JJ(log^2 + log i?’ - log i?’; - log F') (F'F'^ - FF^) k^dVidcdc^ 

+ i JJJ(l®g-^2'“l^g ^ 2 ) (/l-^2“/l-^2) ~ 

whence, on addition, we obtain 

ijj/iog(//i//7;)(/7;-//i)^i'^kdcdc, 

h a 1 ^ 2 !f I -^2)(/i-^2~/i-^2)^12^^^1^2 
+ mi\og(FF^IF’F’.^)(F'F*^-FF^)k^dVidcdc^ = 0 . 

In none of these three integrals can the integrand be positive, so that their 
sum can be zero only if, for all values of the variables, the integrands vanish. 
Hence for all types of encounter, between like or unlike molecules, 

/i/=/;/'* /i-^2=/;j^;, f,f=^f',f\ . 2 

and therefore log/j, logi ^2 solutions of the three equations 

v>i+v^ = ^;+r> . 3 

The first and third of these equations show that W 2 are of the forms 

the middle equation then requires that = a*^^(say);a;®^ = 

(say), to satisfy the equations of conservation of momentum and energy at 
encounters of unlike molecules. Thus 

log/i = + Jmjcf = log.^4l + a<3^ —w')®, 

log /2 = oc2-¥a^^^.7n2C2 + cc^^Kini2cl = logylg+^t^^^ • 

where Ai^ .^ 2 , u\ v\ w' are new constants. It may be shown, as in 4.1, that 
u\ v\ w' are the components of the mean velocity of either constituent, and 
so of the mixture: and that the mean kinetic energies of peculiar motion of 
molecules of the two constituents are the same, and equal to — 3/2at®^ 
Hence, if T is the temperature of the gas, kT = — and the velocity- 
distribution functions/i ,/2 expressed in the forms 
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The result that the mean kinetic energies of peculiar motion of molecules 
of the different constituents are equal is a special case of the statistical- 
mechanical theorem of equipartition of energy, referred to in 2.431. 

The results of 4.13, 4.14 may also readily be generalized to apply to a 
mixture of gases. Thus, for example, if the molecules of the two gases are 
subject to fields of force of potentials the velocity-distributions will 

be given by equations of the same form as 4, where are given by 

Tij, = W 2 = 5 

^ 1 , -^2 being constants. 

4.4. Irdegral theorems; 1(F), [F,0l {F^G}. To conclude this chapter 
certain integral theorems, similar to those of 3.54, will be proved. Only a 
binary gas-mixture will be considered; the corresponding results for a simple 
gas, also required later, are merely special cases of these. 

The velocity-spaces of the different sets of molecules will be regarded as 
distinct domains; thus functions of the velocity may be differently defined 
in the two domains. Let/<®» denote Maxwell’s velocity-distribution function 


where the suffix 1 or 2 must be appended to/<®J, n, m and C, while an accent, 
as in/^°^, will indicate that the variable C' replaces C. Then, by 4.3,2, 


flOYfiW = 


fioyfioy = ^^(o,/(0), 


/(oyfioy 



Let jF’ be a function of the velocity defined in the first velocity-domain, 
and let 

nlI,(F) ^ nm^^KF^ + F~F[^r)k,dkdc, . 3 


The quantity lii^) is similarly defined when F is defined in the second 
velocity-domain. Again, if K is any function of and Cg, and K' is the same 
function of c[ and cj, write 


= JJ/r/r {K - K')k,,dkd4:„ .4 

n,nJ^i(K) ^ /;/r/r(^-^')*i2dkdc,. .5 

Since F and K appear linearly in the above expressions, 

I{(l, + ilr) = I{(j)) += al(<j)), . 6 


where a is any constant, and / may have any of the above suffixes. The 
functions I possess a certain similarity to d^fjdt in being only partly inte¬ 
grated, so that I\ 2 (K) are functions of Cj, while I^y(K), 12 (F) are 

functions of C 2 . 
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Complete integrals related to these functions are defined as follows. First, 
if F and G are functions defined in the first velocity-domain, we write 

.7 

Then, by z and 3.54,4, 


[F, G\ = ^)(F + F^-F'-F[)(G+G^-Q’-Q'{) A.dkdcdci, ^ 

whence, by symmetry, [F, G]^ = [G, FJi. 

For functions F, G defined in the second domain, [F, G'Jg may be defined in 
like manner. 

Again, when F, H are defined in the first domain, and G, K in the second, 
let 


[Fj-l-Gg, = J-^i-^12(^1 "b-^2)+ -^2)^2. 9 

Then, by 2 and 3.54,3, 

[F, + G„ H, + ^JJJ/^o,y^«) (F^ + G^-F'^- G') 

X (H^ + K2 — H{ — K2) dci dcg 

=^[H^ + K2,F^ + G2\^. .xo 

If 712 ^oth refer to the same gas, so that = ^1, it follows from 9 that 

[F„Gi + G2L2=[-F.^?]x. 


These complete integrals bear a certain resemblance to the expressions 
for ^1^1, ^2 fv while the following compound of them is likewise analogous 
to 

Wi7i2{F, G) = rt\[F , G]i-f7?i7i2[Fi-f Fg, Gj-I-G2]i2 + ?^ 1 [F, GJg, .12 

where F and G are each defined in both velocity-domains. 

On account of the linearity of these complete integrals in the functions 
F, G, etc., relations typified by the following hold good for each of the 
functions defined in 7, 9, 12, 


{F, G} = {G, F}, {F, G + H}^ (F, G} -f- {F, H), {F, aG) = a{F, G}, 



where a is any constant. 

In {F, G} and [F, G] the functions F, G may be either scalars or vectors 
or tensors, so long as they are of like kind. The incomplete integrals /(F) 


are of the same nature as F; the integrands in [F, G] and (F, G} are supposed 
to contain the scalar products of G and /(F). 

If the functions F, G, do not involve the number-densities or 
explicitly, the functions /j and /jg, and the square-bracket expressions 
[F, GJi, [Fi + G 2 , /fi -h FgJia, ..., are absolutely independent of the number- 
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densities; the curly-bracket expressions {F, G), on the other hand, in general 

depend on the concentration ratio ndn^, though they also are independent 
of the total number-density + ng. 

4.41. Inequalities concerning the bracket expressions (?], {F,G}. It 

follows from 4.4,8 that 


+ > 0 , .X 

since the integrand is essentially positive. Similarly, by 4.4,io, 

and so . 2 

The sign of equality in x is valid only if 

F + . 3 

i.e.ifi^isoneofthesummational invariants ^*>of3.2,oralinear combination 

of them. Thus, if is a scalar quantity, the complete solution of the 
equation I^(F) = 0, which, by our definitions, has [-f’, = 0 as an im¬ 

mediate consequence, is 

F^ = a <i) -f a<2). Cl -h , .4 

where are arbitrary magnitudes independent of c^, which may, 

however, be functions of r, t. Similarly 

-I- (?2> -^1 + f?2]l2 = ^ 

implies that + C 2 = -f- Cg, 

while {F, F} ~ 0 .^ 

requires that 

[i?’, J-], = 0, [J; + = 0, [iJ’, ii’], = 0, 

and hence that 


F + F^ = F' + F’^, Fi-hF^ = F[ +F'^, F2 +F = F'^-[-F'. 

Thus, as in 4.3, if is a scalar, the solution of 5 is 

= «!<« + . wij Cl + a«> E^, F^ = al** + a*^'. w, C,+a«)£’,.6 


Again, let 


H = {F, F}G-{F, G}F. 
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Then, since (F, F} and {jP, G} are constants, is a linear function of 
F, G. From the relation {H, H] ^ 0, it follows that 

{F, F}{{F, F}{G, G}-{F, GY)^0, 

whence, since {F, F} > 0 , 

{F,G}^^{F,F}{G,G}, . 7 

The results 1 - 3 , 5,7 apply equally to scalar, vector and tensor functions of 
the velocity. 
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Chapter 5 

the free path, the collision-frequency 

AND PERSISTENCE OF VELOCITIES 

5.1. Smooth rigid elastic spherical molecules. The work of this and the 
following chapter refers to molecules that are smooth rigid elastic spheres. 
In this case the molecules affect each other’s motion only at collisions. The 
path of a rigid molecule between two successive collisions is called a free path. 
For non-rigid molecules an encounter has no definite beginning and end; the 
concept of a free path then involves difficulties, and will therefore not be 
employed here. 

Consider the collision of two molecules of diameters cr^.a-g; let 

^12 = 

The angle ^ made by the relative velocity with the direction k of the 
line of centres of the molecules at collision can take any value between 0 and 
7tI2, The deflection x of flie relative velocity in the collision (see Fig. 5, p. 59) 
is given by 

X = 7T-2i/r. 

Also, as in 3.44,2, the encounter-variable b satisfies the equation 

6 = 0-12 cos ^Xy 

whence, by 3.5,4, ^'12 = g^iz sin hx = cos ^5^. .i 

Again, the angles e are polar angles giving the orientation of k about an 
axis parallel to g^i ; thus 

dk. = 8ini/rd}/fd€. . 2 

5.2. The frequency of collisions. Consider collisions occurring between 
pairs of molecules m ^, TTig in a gas-mixture at rest in a uniform steady state. 
The number of collisions per unit volume and time such that k lies in dk and 
the velocities of the colliding molecules lie in ranges Cj, dci, and Cg, dCg, is, by 
3.5,6, 

fi h-^^dkdc^ dc>^ 

or, using the value of found in 5.1, 

/ 1/2 cos ijr sin yjr dr/rdedCidc^^ 
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The total number of collisions occurring per unit volume and time between 
ji jiia of molecules mj, m 2 is obtained by integrating over all values of k, Cj^, Cj; 

tLiis it is Ni 2 y where 

-^12 = J*J|J/i/2go'i2Cos^sin\ir(i^de(iCiciC2. 

The integrations with respect to ^ and e offer no difficulty. The limits of 
integration are 0 and 7 r /2 for and 0 and 27t for e ; hence, integrating and 
substituting the forms forfi , /2 appropriate to the uniform steady state, 



7rn^n2(m^7n2)^trx2 f 

(2nkTf JJ 




To evaluate this expression, the variables of integration are changed from 
Cl, Cg to the variables G, g^i introduced in 3.41. Then, by 3.41,8, 

m^cl + m^cl = 7nQ{G^-\-M^M^g^)- 

if denotes a Jacobian similar to those of 1.411, then, by 

' a(ci, C 2 ) 

using 3.41,6,7 and 1,411,1,2, we get 


^{G, ggi) „ ^(^1 S21) _ ^(^1* ^21) 

0(Ci,C2) “ '5 (Ci,C2) 5(Ci,C2) 

^ a(Ci, Cg-Ci) ^ ^ J 

c)(Ci.C2) 3 (Ci,C2) 


Hence the element dc^dc^ in i may be replaced by and so 



7rnin2(yni?W2)-<rj2 f {p-m^iG^-\-M^M.S^)l2kTadGdS^^ 

( 27 TkTf JJ ^ 


On integrating over all directions of g 2 \ and G, we get 


^12 = 


2ni7i2(mim2)*o'f2 

(kTf 


p ao f CO 

Jo Jo 


g-m„(0»+.U,Jl/,**)/2fcrg3 (J2 


Using 1 . 4 , 2,3 to effect the integrations with respect to G and g, 

2 \mokTJJo 

- ^n,n 2 <T, 2 y j 


3 

4 


5.21. The mean free path. Changing the suffix 2 to 1 in 5 . 2 , 4 , we get 

Nil — ^nlaKnkT jmi)K .i 
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The number of collisions between pairs of molecules per unit volume and 
time, is JiV'u, because counts each collision between a pair of molecules 
A, B (say) twice over, once regarding A as the molecule with the velocity c^, 
and once as that with the velocity Cg. On the other hand, the average number 
of collisions of any one molecule of the first constituent, per unit time, with 
similar molecules, is not since each collision affects two 

m olecules at once. 

The average number of collisions undergone by each molecule per unit 
time is called the collision-frequency. Thus the frequency for a molecule Wj, 
for collisions with like molecules, is for collisions with molecules wio it 

is etc. The frequency for collisions of all kinds is 




the number of terms in the bracket being equal to the number of con¬ 
stituents in the mixture. The collision-interval, or mean time between 
successive collisions, is therefore Tj, where 


+ ...)• .a 

The mean distance l^ travelled by a molecule between successive collisions 
in a given time t is called its mean free path. This is found by dividing the 
total distance n^^^t travelled by molecules in this time by the total 
number of their collisions; thus 


?! — Cl Ti — Tlj Cj/ (iV^ 1] + ^12 + • • • )> 


or, using the known values of c^, 

= \ln{n^<T\^2 + n^(T\^yj(\+mfm^)^ ...}. 
In particular, if only one gas is present. 


I = l/7rni<r2^2 = 0’707/7r7io-2. .^ 

Another kind of mean free path was used by Tait,* who defined it as the 
mean distance moved by a molecule between a given instant and its next 
collision. The calculation of Tait’s mean free path involves the evaluation 
of an integral by quadrature; for a simple gas its value is 


0‘677/7m(r^. 


5,22. Numerical values. For a gas at n.t.p. the number of molecules in a 
cubic centimetre is approximately 2-687 x 10^®. For hydrogen the molecular 
radius, found by comparison of the experimental values of the coefficient of 
viscosity with the formula deduced on the assumption that the molecules 
are rigid elastic spheres, is about 1*365 x 10*® cm.; the radii found similarly 
for other molecules are of the same order, though in general somewhat 

* Tait, Trans. Roy. Soc. Edinb. 33, 74, 1886. 
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larger. As the mass of a hydrogen molecule is 3-347 x 10 ** g., the number of 
collisions (JiVn) occurring per second between hydrogen molecules in 1 c.c. 
at N.T.P. is found to be 2-05 x and the collision-frequency is 1-6 x 
1 Qio sec. • also the mean free path of a hydrogen molecule is 1 • 116 x 10-» cm., 

and the mean time between two successive collisions is 6-6 x 10“ sec. 

The length of the mean free path does not depend on the mass of the 
molecule, nor on the temperature (unless the diameters of the molecules are 
supposed to vary with the temperature; see 12.3). Thus, as the molecular 
diameters for different gases are of the same order, the mean free path in any 
gas at N.T.P. is of order lO"* cm., and so is several hundred times the 
diameter of the molecule. This is the justification for the assumption of 
molecular chaos made in 3.5: at the beginning of the free paths which 
terminate in the collision of two molecules, these are at a relatively large 
distance apart, so that an appreciable correlation between their velocities 

is improbable. • u • 

The mean free path is inversely proportional to the density; thus in a 

highly rarefied gas at, say, 0-01 mm. pressure, the free path is of order 1 cm., 
and so may be comparable with the dimensions of the containing vessel; 
for a gas at a pressure of, say, 100atm., on the other hand, the free path is 
comparable with the dimensions of a molecule. In this case the assumption 
of molecular chaos may be invalid. 

5.3. The distribution of relative velocity, and of energy, in collisions. The 
total number of collisions occurring in a gas-mixture, per unit volume and 
time, between molecules wij and W 2 is, by 5.2,3, 


The element “■"-■'“Vt'* 

of this expression represents the number of such collisions in which the 
relative velocity g lies in the range dg. Hence the number in which g exceeds 

an assigned value g© is 


2 


nin2<Tf2 



m^kT 





If we write X- = gyl(mo^i^ 2 i^^'^h this integral 

reduces to 


47117120*12 


/27r7no^Ty f 

\ WiTTlj j 


dx 
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In the theory of activation of gas-reactions it is sometimes assumed that a 
reaction between two unlike molecules occurs at collision in a certain pro¬ 
portion of those cases in which the kinetic energy relative to their mass- 
centre exceeds a critical value Eq. As the kinetic energy in question is 

(cf. 3.41,8), the number of encounters per unit volume and 
time for which it exceeds Eq is given by z, provided that 

Eq = = kTxQ. . 3 

We can also use i to find the mean value of any function </>{g) of the 
relative velocity g averaged over all collisions. This will be where 

.^ 




m 


m 


In particular, if </>{g) = Jmo Af ^ M 2 g* = the initial or final kinetic energy of 
a pair of colliding molecules relative to axes moving with their mass-centre^ 


= {kT)i, 


whence, substituting for from 5.2,4, 

E' = ^m^M-^M^g^ = 2 A:T. .5 

This may be compared with the average kinetic energy (ZkT) for such pairs of 
colliding molecules, relative to axes with respect to which the gas is at rest. 

5.4. Dependence of collisionfrequency and mean free path on speed. The 
number of collisions occurring during dt between pairs of molecules m 2 , 

such that Cl, Cg, e lie in ranges dc^, dc^, de is 

dt ■fif 2 g <^12 cos^sin i/rdr/rde dCjdCg. 

The total number of such collisions during dt such that lies in dCi is found 
by integrating over all values of C 2 , e; it will be proportional to dt, and to the 
number/i(Cl)dCi of molecules mi within the given velocity-range. It is easy 
to see that it is independent of the direction of Cj (as is shown in detail below). 

Hence this number may be denoted by P\ 2 {^\)f\^^\^l'y I'l'® function ^ 12 (^ 1 ) 
thus signifies the average number of collisions per unit time per molecule of 
speed Cl, with molecules of the second kind. It is called the collision- 
frequency for a molecule mi having the speed Ci, with molecules m 2 . 
Dividing hy f^dc^dt, we obtain 

-^ 12 (^ 1 ) = JJJ/2go'i2COSvi^sinv>d^(ietZc2. 
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The integration with respect to and e is simple, the limits being 0 and 
7r/2 for t/f, and 0 and 27 r for e ; thus 

FiziCi) = TTcrfaJ/agdCg. .x 

Let C2 be expressed in terms of polar coordinates Cg, d, <p about Cj as axis; 
then dc2 = clsinddc^dddc^, and 

g2 _ 2 CiC2COS^. . 2 

Hence, on integrating with respect to cp between the limits 0 and 2n, we get 

^2(^1) = 27 rV? 2 jJ/ 2 g<^ 2 sin( 9 dc 2 d^. .3 


In this we change the variable of integration from 0 to g; then, by z, 

gdg = CiCgSin^d^, 


and the limits of g are -- Cg and Cj + Cg. Hence 



sin 6 dd 




or 


= ^-{(Ci + ^ 2 )^ “ (^1 ^ ^ 2 )^} 

oCi C 2 

= 5^(3cf + c|) ifCi>C2, 

= ;A{3ci + cf) ifc2>Ci. 


Using this result in 3, and substituting the value of we obtain 

x|i P ci(c| + 3 cf) 6^2 + re-'"«<^=*'2*>’c2(3c| + cf)cfc2 

\CiJo 

The second integral is equal to 


^-miCi*l2kT 


(Tr+Dl 


2kT\^ 


702 




the first, after two integrations by parts, reduces to 


— g— 


2kT 


m 




g-msC,»/2Ar^ 


2 


Thus 
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of the error function Erf (x)* defined by the equation 

95 


Erf(x) = J e-^^dy. 

.4 

we have 

! ^7TkT\^ 

PiM = {e~-^ + (2x+ l/x)Erf(x)}, 

.5 

where 

X — Ci^J{m2l2kT). 

.6 


The frequency i\i(Ci) of collisions of the molecule with molecules of the 
same kind is given by a similar expression; and the total collision-frequency 
of the molecule is j + .... 


Hence the collision-interval for molecules of speed Cj is given by 

“ -^ 1 (^ 1 ) ~ -^ 11 (^ 1 )-^ 12 (^ 1 ) "I" •*•> . 7 

and the mean length Zi(Ci) of their free paths is equal to CiT^. In particular, 


when only a single gas is present 

= x^ln^UiO-lEix), . 8 

where E{x) denotes the function 

E{x) — xe-^^ +{2x^+1) Krf(x)y . 9 

and X is now given by x = Ci^{mJ2kT). .lo 


Values of E{x) have been tabulated by Tait.t Using his table, a table 
giving the ratio l(c)ll is obtained, which is given below.{ 

Table 2 


c/c ** Hc)ll 

0 0 0 

0-25 — 0-3445 

0-5 — 0-0411 

0-627 0-5 0-7G47 

0-886 1 0-9611 

1-0 — 1-0257 

1-253 2 1-1340 

1-535 3 1-2127 

1-772 4 1-2572 

2 — 1-2878 

3 — 1-3551 

4 — 1-3803 

5 — 1-3923 

G — 1-3989 

00 00 1-4142 


♦ The notation is that of Whittakerand Watson, Modem .4 3rd ed.. footnote 

to p. 341. 

t Tait, Trans. Roy. Soc. Edinb. 33, 74, 1886. 

J This table is taken from Meyer’s Kinetic Theory of Gases (English ed.), p. 429. 
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5.41. Probability of a free path of a given length. Let p(l\ cf) denote the 
probability that a molecule moving with a speed shall describe a free path 
at least equal to an assigned value V. The probability that it should undergo 
a collision while travelling a further distance dV is 


(dr/c,)P,{Ci) = dlfl^ic^). 

Hence the probability p(V + dl\ c^) that the molecule describes a free path at 
least equal to V + dV is 

p{l\c,){l^dVll,(cOl 

and so p{l\ Ci) {I — dV/lj^{Cj^)} = p{l\ + dV , 

^ aiogp(r.Ci) 

whence - kt, - 



Integrating, and using the fact that p{0, Cj) = 1, we find that 


p{l\ Cl) = 



The probability p{V) that a molecule of any speed should describe a free 
path at least equal to V is not because of the variation of the collision- 
frequency with speed. Jeans* has found by quadrature that for a simple 
gas, over the range of V for which p(V) is appreciable, it never differs by more 
than about 1 % from which is the value for molecules moving with 

speed (^/77 ’)c/2 . 

It is clear from i that the proportion of molecules which have free paths 
many times as long as the mean free path is very small. 

5,5. The persistence of velocities after collision. After a collision with 
another molecule the velocity of a given molecule will, on the average, still 
retain a component in the direction of its original motion. This phenomenon 
is known as the persistence of velocities after collision. As a consequence, the 
average distance traversed by a molecule in the direction of its velocity at a 
given instant, before (on the average) it loses its component motion in that 
direction, is somewhat greater than its (Tait) mean free path. 

The collision-frequency for a molecule having the speed c^, in collisions 
with molecules is ^ 12 (^ 1 ) i particular set of such collisions in which 

the velocities of the latter molecules lie in the range dCg, and e lie in 
ranges de, the collision-frequency is 

/ 2 go '52 cos sin d^dedCg. 

* Jeans, Dynamical Theory of Oases (4th ed.), p. 258, 1925. 
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IjetCi(Ci) denote the mean velocity, after collision, of the molecule wij which 
before collision has the velocity c^, the average being taken over collisions 
with molecules wig for all possible values of Cg, e; then 

ci(Ci) == jjjf2^[gcr\2<^ost/fsiin/rd\/rd€dc2. 


or, using 3 . 43 , 2 , and remembering that the angle between k and ^21 is 




+ cos ^k)gcrf 2 cos yj/ ^inyjr dijfdedc^. 


On integration over all values of e, i.e. over all orientations of the plane con¬ 
taining £^21 and k about^ 2 i» contribution to this expression arising from 
the component of k perpendicular to ^21 vanishes; hence, since the com¬ 
ponent of k in the direction of ^21 is cos 



The integration with respect to rjr between the limits 0 and njl is 
elementary, and yields the result 

^(Ci) = +-^ 2 ^ 21 ) go-12 <^2 = ^fh(M^c^ + M^c^)g(r\^dc^, 


or, using 5.4,i, 


c;{Cj) = MiCi + J/zCggdCg. 


12 


The integral may be evaluated by the method used in 5.4, expressing Cg 
in terms of polar coordinates Cg, cp about as axis. On integration over all 
values of 9 , the component of perpendicular to vanishes; as the com¬ 
ponent in the direction of is CgCos^, the mean value of c[ is 


where 


C 7 j 2 (Ci) = + 


2ilfo7rV? 


12 


12 


JJA “ Bgcl sin Odc^dd, 


The quantity tfijCci), which is the ratio of the mean value of the velocity of 
a molecule after collision to the velocity before collision when the latter 
velocity is of magnitude Cj, may be termed the persistence-ratio for molecules 
of speed Cj. 

On changing the variable of integration from 6 tog, as in 5.4, it follows that 



cos ^ sin 


c\^cl-g^gdg 

Cj'—'C, ^1^2 


2 c 2 

T5c\ 


(ci-5cf) 


2 ci 

lEcl 


(cf-5ci) 


i^ Cj > C 2 

if Cg > c^. 
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The expression for ^712(^1) accordingly reduces to 


. . 4:M27T^(r\2 

®7i2(Ci) = M^+- " 


15 P, 


12 


IJ* /2^ (^2 ~ /2*^2(^1 5C2)dC2|. 



The second of the integrals in the bracket can be evaluated in finite terms, 
and the first integral can be expressed in terms of the error function 
Erf (x) (cf. 5.4,4); on so doing, the value of U7i2(<^i) is found to be 


tJ7l2(Ci) = ifi + 


n^M20-12 { 27TkT )^{ 

2 Pi 2 I / I 






where x is given by 5 * 4 , 6 . 

The value of 72712(^1) given by 2 varies between — and as x 
varies between 0 and 00, i.e. as ranges from 0 to 00. For collisions between 
like particles, for which = M2 = J, ^i2(<^i) iio® between J and 


5 . 51 . The mean persistence-ratio. An expression for W121 the mean value 
of TUi2(Ci) averaged over all values of c^, may be derived as follows. The 
number of molecules per unit volume whose speeds lie between and 
Cl + dci is 477/1 cfdci; the number of collisions per unit time with molecules of 
the second gas in which these molecules participate is 47r/icf dcj. Pl 2 ’ Hence, 
by 5.5,1, as the total number of collisions between molecules mj and m2 i>er 
unit time is i\^i2, the mean value of Ti7i2{Ci) averaged over all possible collisions 
is given by 

T»T Ti*- r on J IGAfgTr^O'fg 

•^12^12 ” 

X 5Ci)dC2 + J* ~ ^l| > 

P 00 

or, since A^i2 =J ^Tr/iCfPigdci, 

16^1/2 TrVJa 

by rni2 = Mi-^-^^^ 

X /iCj /2^ (c^— 5Ci)dC2+J* /2C2(Ci—5c|)dC2jdCij . 


On inserting the known expressions for/i,/2, and N12 ( 5 . 2 , 4 ), this becomes 


TZ7i2 ^ Mi + 


Hmi Ml Ml 


15 ;r*( 2 itT)l 


1 ;if3 / r» rci ^4 

4 ^A\ c-<'”i"i"+^^=*V2fcrl2(c|-5cf)dc2dCi 

Uojo Cl 




f*f", 

Jo Jc* 


e-(mic^»+i»,c,*)/2fcrc2c^(c2 _ 5^2) dc^dci 
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®j2 


where 


^00 

7(0)= e- i=(mi+jn2(?2)/2Jt7’^6^^. 

Jo ^ 


^d^)de\, 


15> 

16 


/ 2A-r y 

Vmi + ma^V 


Thus 






r“i9(i 

Ji 


-5(92)d^ j 


whence, on evaluating the integrals, 


^12= i-^l +l)/^*i]. 


The value of urja given by this equation increases from zero to unity as 
ffij/Wg increases from zero to infinity; its value for the collisions of like 

molecules, when = M^= i, is 4 +For the 

encounter of heavy molecules w'ith light molecules, the persistence-ratio 
for the heavy molecules is nearly unity, and that for the light molecules 
nearly zero: this implies that, as might be expected, the heavy molecule 
continues its path nearly undisturbed, while the light molecule bounces off 
in a direction unrelated to that of its previous motion. 
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Chapter 6 

THE ELEMENTARY THEORY OF THE TRANSPORT 

PHENOMENA 


6.1. The transport phenomena. The phenomena of viscosity, thermal 
conduction, and difFusion in non-uniform gases represent tendencies 
towards uniformity of mass-velocity, temperature and composition. The 
kinetic theory attributes these tendencies to the motion of molecules from 
point to point. This tends to equalize conditions at the two ends of each free 
path, by transporting to the further end an average amount of momentum 
and energy that is characteristic of the starting-point. Hence we may speak 
of the phenomena in question as the transport phenomena, or the free-path 
phenomena. 

It was shown in Chapter 4 that a gas in a uniform steady state has a 
Maxwellian velocity-distribution function. When the gas departs slightly 
from a uniform steady state, Maxwell’s function will give a first approxima¬ 
tion to the actual distribution of velocities. Thus the results of Chapter 5 
are still approximately true; they may therefore be used in obtaining 
approximate expressions for the coefficients of viscosity, thermal conduction 
and diffusion in a gas composed of rigid elastic spheres of diameter tr. 


6.2. Viscosity. Consider a simple gas, uniform in temperature and 
density, moving parallel to Ox with a mass-velocity Uq which is a function 
of z alone. Thus the gas is in laminar motion parallel to 2 = 0, and = 0, 

w = W. 

Consider the rate of transport of x-momentum across unit area of the 
plane 2 = 0. The number of molecules crossing this area in unit time from 
the negative side (that on which z is negative) to the positive side is 



the integration extending over all values of C for which W is positive. 
Similarly, the number crossing from the positive side to the negative is 


J_(-u')/dc=Jj-»n/dC, 

the integration extending over values of C for which W is negative. Since 
the gas has no mass-velocity parallel to O 2 , these two numbers are equal. 
Their value, to a first approximation, is JnC, the same as for a gas in a 
uniform steady state (cf. 4.11,5,6). 
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The mean x-velocity of molecules crossing the area from the negative 
side to the positive is not the value of Uq appropriate to the plane 2 = 0. It 

corresponds to the mean layer in which their free paths began, or, if allowance 
is made for the persistence of velocities after collision, to a somewhat more 
distant layer. Thus their mean a:-velocity is that of a layer 2 = -ul, where 
I is the mean free path of the molecules, and u a numerical factor of order 
unity. Their total ^-momentum is 

inC 

or, as I is usually very small compared with the scale of variation of the mass- 
properties of the gas, 


the values of Uq and dujdz here refer to the plane 2 = 0 . 

Similarly, the mean x-velocity of molecules crossing the area per unit time 
from the positive side to the negative is that corresponding to 2 = -|- u/, and 
their total x-momentum is 



Uq and du^jdz in the last expression again referring to 2 = 0. Thus the net 
rate of transport of x-momentum across unit area of the plane 2 = 0 from 
the negative side to the positive is 

ipC^Uo - ul ^ j - ipC^Ua + ul = - JupCi . 

This momentum-transport is equivalent to a force of this amount per unit 
area, exerted parallel to Ox, by the gas on the negative side of 2 = 0, upon 
the gas on the positive side. According to the usual definition of the 
coefficient of viscosity/i, this force is —/iduQjdz. Hence 


fi = \\ipCl = 


u ^{kmT) 

TT* 


1 


by 4 . 11,2 and 5.21,4. The value of u is found (12.1,6), by the exact methods 
described later in the book, to be 0*17927r* or 0*998. 


6.21 . Viscosity at low pressures. In a gas at a sufficiently low pressure the 
mean free path is comparable with the dimensions of the containing vessel; 
this produces an apparent diminution in the viscosity of the gas. Consider as 
a t 3 rpical example of this phenomenon the motion of gas between two infinite 
parallel walls 2 = 0 and z — d, the first of which is at rest, while the other 
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moves parallel to Ox with speed q, the motion of the gas being supposed due 
solely to that of the walls, and not to imposed pressure-gradients. Let q^ 
denote the mean a:-velocities of molecules just before striking and just after 
leaving the second wall; then the mean a:-velocity of the gas at this wall is 

Experiment indicates that some of the molecules striking the moving wall 
enter the material, and later leave it with the temperature of the wall, and 
a mean x-velocity equal to its velocity q. The remainder are reflected 
elastically. The proportion 6 of those that enter depends on the nature of the 
wall and the gas, and on the condition of the surface of the wall. The mean 
ar-velocity of molecules leaving the wall is a weighted mean of (for the 
elastically reflected molecules) and q (for those that enter the wall) in the 
proportion 1 — ^ to that is, 

q2= (l-d)qi-\-dq. .i 

Now, as in 6.2, the value of is equal to the mass-velocity of the gas at a 
distance u^ from the wall, which differs from that at the wall by vd{dujdz), 
where dvjdz denotes the (constant) gradient of the mass-velocity of the gas. 
Thus 


?i = i(?i + 92 ) - ui 


^u^ 

dz 


On combining x and 2 , we find 


2 — ^ Buq 


d 


dz 


so that the gas near the wall is slipping along the wall with a speed 

2 — 0 , duQ 

ul 


0 


dz ' 


There is a similar speed of slip at the other wall; hence the difference between 
the mean velocities of the gas near the two walls is 

2-0 du^ 

q — 2.——ul 


0 


dz ’ 


and since this is equal to (3wQ/9z)d, 

du 


cz 


-/( 


d + 2ul 


2-0 

~d~ 



The viscous stress transmitted by the gas is /i duj dz per unit area. In the 
absence of slipping at the walls this would be equal to y qjd ; if it be denoted by 

fi'qjdy 




'-W( 


d-\-2ul 


2-0 

0 



The effect of slipping at the walls is that the apparent viscosity, of the 
gas, is smaller than the true viscosity The reduction is very small for 
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ordinary pressures, but for pressures so small that I becomes comparable 
with d it is very pronounced. 

The above discussion fails when I exceeds d, since molecules pass direct 
from one wall to the other, and the transport of momentum ceases to be a 
free-path phenomenon. In this case experiment shows that y! decreases to 
zero with the pressure.* 

6.3. Thermal conduction. The simple theory of thermal conduction is 
similar to that of viscosity. We consider now a simple gas at rest, whose 
temperature T is a function of 2 ; it is required to find the rate of flow of heat 
across unit area of the plane 2 = 0. 

Let E denote the total thermal energy of a molecule; then E, the mean 
thermal energy of molecules at a given point, is a function of T, and so of 2 ; 
also, as in 2.43, the specific heat Cy of the gas is given by the relation 

d [E\ 

dT\m)‘ .^ 

The number of molecules crossing unit area of the plane 2 = 0 from the 
negative side to the positive in unit time is \nC, as in 6.2. Each of these 
carries with it thermal energy equal, on the average, to the value of E, not 
at the plane 2 = 0, but at 2 = — u7, where I is the length of the free path, and 
u' is another numerical constant which, like u (cf. 6.2), is of order unity. Thus 
the total thermal energy which they carry across 2 = 0 is 



where, in the last expression, E and dEjdz refer to 2 = 0. Similarly, the 
total thermal energy carried by molecules that cross unit area of the plane 
z = 0 from the positive side to the negative is 




„dE 

dz 


where again E and dEjdz refer to 2 = 0. Thus the net rate of flow of thermal 
energy across unit area of the plane 2 = 0 from the negative side to the 


positive is 


Inci 

* \ dz 




dT 

= — ^mnCu'lc„-^ j 




I 


dz 


* Crookes, Phil. Trans. 172, 387, 1882. 
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by I. In the theory of the conduction of heat this rate of flow is written 
— A 0r/3z, where A is the coefficient of thermal conduction of the material. 

Accordingly ^ ^ ^pyi'lCc,, 

whence, by 6.2,i, A = . 3 

where f is a new numerical constant, equal to u'/u. 

The constant u' of this section is not equal to the constant u of 6.2, because 
of the correlation between the energies of molecules and their velocities; 
molecules possessing most energy are in general the most rapid, and there- 
fore possess the longest free paths. In consequence, u' is in general greater 
than u, and f is greater than unity. For the transport of internal energy, 
however, which is but slightly correlated Avith the molecular velocity, an 
equation similar to 3> with f equal to unity, may be expected to hold; the 
symbols A and c„ now refer to the coefficient of conduction, and the specific 
heat, of the internal energy. In general, the larger the ratio of internal to 
translatory energy, the smaller f will be. 

It is immaterial, in the formulae of this section, whether thermal energy is 
measured in thermal or mechanical units; the effect of a change from one 
set of units to the other is that E, c^, and A are all multiplied by the same 
factor. 

6.31. Temperature-drop at a loall. J ust as the mean velocity of gas near a 
moving wall differs from that of the wall, so there is a difference between the 
temperature of a hot body and the gas that conducts heat away from it. 
This temperature-difference is, by analogy with 6.21,3, equal to 

2-6 „dT 

—.T 


where dTjdz denotes the temperature-gradient near the body. 

One method of measuring the thermal conductivity of a gas is to determine 
the loss of heat through the gas from a hot wire of small diameter. In such 
experiments the temperature-drop at the surface is usually very important. 


6.4. Diffusion. Consider a binary gas-mixture, uniform in temperature 
and pressure, whose composition varies with z. If Ui, Tig are the number- 
densities of the two gases, then, as the pressure is uniform, 



0(Tii-Hng) 

02 


f 



whence 


X 
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It wiU be assumed that the pressure remains uniform as diffusion proceeds 
in the mixture; this is approximately true. 

The number of molecules m, crossing unit area of the plane ? = 0 from the 
negative side to the positive in unit time is as before: in this expression 

no longer refers to z - 0, as the gas is non-uniform, but to z = - u^ / where 
denotes the mean free path of molecules m,. and u, is a numbed of order 
unity. The number of molecules in question is thus 




The number of molecules crossing unit area of 
direction per unit time is similarly 


2 = 0 in the opposite 


Hence the net number-flow of molecules per unit area and time across 
z = 0 from the negative side to the positive is 

I") - - HC. . 

Similarly the net number-flow of molecules per unit area and time 
across z = 0 in the opposite direction is 

iu Z ^ ^^2 
2 “ 2 ^ 2'-'2 “ 0 ^ > 


where Ug is another numerical constant of order unity. Since the pressure of 
the gas, and therefore the total number-density, is to remain constant, these 
two numbers are equal. We write them in the form 



where Djj is called the coefficient of mutual diffusion of the two constituents 
in the mixture. Hence ^ - 

^12 = .J 

For this relation to hold, the numerical constants u„ Uj must depend on the 

properties of both gases, and on their proportions in the mixture. 

It is not possible to infer from 2 the precise degree of dependence of 

on the proportions of the mixture; but the exact theory shows that does 

not vary greatly with the proportions (14.3), for a given pressure and 

temperature. It is, however, inversely proportional to the pressure, 

whereas the coefficients of viscosity and thermal conduction are independent 
of the pressure. 
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W’iien the two gases in the mixture are identical, the process under con¬ 
sideration is the diffusion of certain selected molecules of the gas relative to 
the rest. In this case is replaced by which may be termed the 
coefficient of self-diffusion of the gas; its value is given by 

P\\ — .3 

whence, by 6.2,i, D\\ — .4 

where Ujj denotes a new numerical constant of order unity. 

The above derivation of the value of the coefficient of diffusion is open to 
objection. Though the two constituents are diffusing through each other, 
the values adopted for the numbers of molecules crossing z = 0 are those for 
gases at rest. Since we are here concerned only with orders of magnitude, 
this source of error is not considered in detail; but it must be pointed out that 
the free-path method is only approximate; implicit reliance on results 
derived by its use may lead to serious difficulties.* 

6.5. Defects of the simple theory. The determination of the various 
numerical constants u, u\ Uj, U 2 , fj Un, Ujj introduced in the preceding 
sections requires a deeper investigation than that given above. It is possible 
to estimate them approximately by taking successively into account such 
factors as the difference between the lengths of the free paths of different 
molecules, the persistence of velocities after collision, and so on. This is the 
plan adopted by Meyer and others.t Even in its most refined form, however, 
this mode of attack leads to somewhat inaccurate results, and the precise 
magnitude of the error has to be found by other methods. It is therefore 
better to proceed by evaluating the velocity-distribution function, as in the 

later chapters of this book. 

* See Chapman, “On approximate theories of diffusion phenomena’ , Phil. Mag, 
5 , 630 , 1928 . 

t Cf. Meyer, Kinetic Theory of Gases, or Jeans, Dynamical Theory of Gases, chapters 
11 - 13 . 
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Chapter 7 

the non-uniform state for a simple gas 


7.1 . The method of solution of Boltzmann's equation. The present chapter 
deals with the method by whicli Enskog solved Boltzmann’s equation in the 
general case. We consider here a simple gas, and in Chapter 8 a mixed gas, 
whose molecules possess translatory kinetic energy only; the corresponding 
solutions for a gas composed of rotating molecules of a special type are 
considered in Chapter 11. 

Enskog’s method is one of successive approximation. Boltzmann’s 
equation can be expressed in the general form g(/) = 0, where i{f) denotes 
the result of certain operations performed on the unknown function /. 
Suppose that the solution is expressible in the form of an infinite series* 

/ = +/'='> + .. -. .I 

Suppose also that when g operates on this series, the result can be expressed 
as a series in which the rth term involves only the first r terms of the series 
in i; that is, 

i{f) = +••■) = +.... 

. 2 


The functions which as yet are subject only to the condition that their 
sum is a solution of i{f) = 0 , are now assumed to satisfy the separate 

equations = 0 , 3 

g(i)(/w/(i)) = 0, 4 

g(2)(^(0)J(n y-(2))^0, 5 


which together ensure that ^(/) = 0. The function is determined from 3 , 

are then found successively from 4 , 5 , each equation 
contains only one unknown when all the preceding equations have been 
solved. 

The division of g(/) into the parts , if possible at all, is not unique, 

because any term can be divided into any number of parts, any of which 
can be transferred to any subsequent term without altering the general 
form of the expression. The division must be made in such a way that the 

* All the series introduced are supposed to converge uniformly. 
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equations 3 , 4 , ... are all soluble, and regard must also be had to the con¬ 
venience of solution of these equations. 

Arbitrary elements may enter into the solution of the various equations: 
they must be so chosen or grouped that the number of arbitrary elements in 

the final result does not exceed that appropriate to g(/) = 0. The expressions 

fm _|_ f( 0 ) _j_y^(i) be successive approximations to/. 

7.11. The subdivision o/g(/); the first approximation In the case of 
Boltzmann’s equation for a simple gas, 

g(/) = «/(//i) + ^/. 

where J{FGi) = F'G[)kid)s.dCi . 2 

so that J{ffi) = - dJIdt, by 3.52,ii; also, as in 3 . 1 , 3 , 

^ + F ^ . 3 

Substituting from 7.1,i into i, we have 

Enskog wrote 

J(r) = J(r)(^(0)J(n .../(D) 

= Jirfn + */(/*+ ... + J(/«^>/r), .4 

corresponding to the mode of grouping of the terms in the expression for the 
product of two infinite series and as a third series 

Ziz^y^ + + ... + x^^o). 

Enskog also divided Z^f^^ into a series of parts but not by the obvious 
method of writing His method of division will be explained later 

(7.14); it suffices here to say that he took 

^01 = 0, .S 


and for r > 0 he made depend only on/<®>, Thus, writing 


= Jir) + ^r) 6 

we have = 0 , 7 

g(**) = J(r)4_^r) = 0 . (r>0) .8 

Now 7 , or = 0 , 


is identical in form with the equation 4 . 1 , 7 , which determines the velocity- 
distribution function / in the uniform steady state. The general solution is 
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therefore of the form found in 4.1; that is, is a linear combination of 

the summational invariants of 3 . 2 , 2 , say 

log/w = aS^) + a^2) q,(3) 

where anda^®) are arbitrary quantities, which are independent of c, 

but may depend on r and t. By a simple transformation as in 4 . 1 , we get 

( \ 1 mC* 


where C = c-c^; w, Cq, and T here denote arbitrary quantities related to 
oP\ and by simple relations. So far as 7 is concerned they are not 
necessarily identical with the number-density, mass-velocity and tempera¬ 
ture of the gas. Their values are, however, entirely at our disposal, and it is 
convenient to identify them with these quantities. This amounts to the 
choice, as a valid first approximation toy at ?*, of the Maxwellian function 
corresponding to the number-density, mass-velocity and temperature at r, t. 
Later, in 7.15, it is shown that this choice is the only one that leads to a 
properly ordered form for the whole solution /. 

In consequence of our identification of n, Cq, and T, 

= TO = J/dc, 

and similarly 

J/<®JTOiCdc = jfmCdCy = jf^mC^dc. 

These relations may be written 


= 0 , 


where now = 1, mC, \mC^. By 7.1,i, this is identical with 


2 = 0. 

r=»l 


It follows from 9 that * . 

7.12. The compute forrnal solution. Equation 7.11,8 may be written in 

the form 




there being r terms on the right (when r = 1 the single term on the right is 
-^D). The right-hand side involves only/^®\/‘^^ and these are 

known from the solutions of the previous equations ^^®^ = 0 , ..., = 0 ; 

the imknown functionappears only on the left, and occurs there linearly. 
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Hence if is any one solution, any other solution will differ from J'W by a 
quantity which is a solution of 




and correspond to the particular integral and complementary func¬ 
tion of a linear differential equation. The most general solution of i is the 
sum of F^’’^ and the most general solution of 2 . 

To obtain the general solution of 2 , write so that becomes 

the function to be determined. Now, if is any function of c, by 7.11,2 
and 4.4,3, 

J{f(o)fm^(r)) + >) = kj^dkdci 




where the suffix has been omitted from since the gas contains molecules 
of one kind only. Thus 2 takes the form /(= 0, of which the solution was 
shown in 4.41 to be 

me + ^mC^, 

where are arbitrary functions of r, t. Hence 

X'^''^ — '■*. me -h 

Moreover, as any solution of i is of the form F^^^ -H x^'’^ by a suitable choice 

of the quantities 

(i=l,2, 3) 

can be made to take any arbitrary values. It is convenient to choose 
^( 2 .r)^ 0^(3, r) guch that, for all values of r greater than zero, 

;/('•> (/*>dc = 0 (i= 1, 2, 3). . 4 


This choice ensures the satisfaction of 7.11, 10 , which is the only restriction 
as yet placed on the functions f^’‘\ beyond the fact that they satisfy x: it also 
implies that at every stage of the approximation to / the new constants 
introduced depend on no parameters other than n, Cq, and T, and their space- 
and time-derivatives of all orders, at r, t. This choice of and 

a^3.'‘> may seem unduly restrictive, since it substitutes, for the one'condition 
7 .11,10, the infinity of relations 4; but actually the same value is found for 
the sum whether this is made to satisfy the single relation 7.11, 10 , or 
its parts are made to satisfy the set of relations 4 (see 7.2). 

7.13. The condiiioyis of solubility. Equation 7.11,8 is as yet indefinite 
because Q^f has not so far been divided into its component parts The 
division cannot be performed arbitrarily, for, according to the theory of 
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integral equations, the equation is soluble only if satisfies certain con 
ditions. For, if the equation is satisfied, 




where denotes any one of the summational invariants of 3 . 2 , 2 . Now 
is divisible into pairs of terms such as </(/'''*/ 1 '"’) +together 
with a term if r is even. When these are multiplied by rJrWdc and 

integrated over the whole range of c, integrals similar to those appearing in 
3 . 54 , 4 jS are obtained; these vanish since 

= 0 . 

Hence a necessary condition for 7.11,8 to be soluble is that 

= 0. I 

This is, moreover, a sufficient condition ; for if we write 

y(r) _ J{Q)0(r)^ ^ 

then, using 7 . 12 , 3 , equation 7.11,8 becomes 

„2/(0(r)) ^.^ 

In 7.6 it is shown that which is a function of c, can be expressed 

in the form 

Xo(c) 0 <^»(c) + iK(c, Cl) 0 (^>(Ci) dci, 

where A'(c,Ci) is a symmetric function of c, c,. Consequently 3 is a linear 
orthogonal non-homogeneous integral equation of the second kind; the 
associated linear orthogonal homogeneous integral equation of the second 
kindisn’^/(<^'‘^) = 0 , whose independent solutions are ~ (/ = l, 2 , 3 ), 

as was shown in 4.41. From the theory of integral equations* it follows 
that 3 possesses a solution if, and only if, the associated “conditions of 
orthogonality” are satisfied, viz. 

- ... - Vi'O} dc = 0. 

On omitting vanishing terms from this equation, it reduces to i. Hence this 
is also a sufficient condition for the solubility of 7. 11 , 8 . 


7.14. The svbdivision of ^f. The equations 3 . 21 , 3 , 5 , giving the time- 
derivatives of Cg and T, involve mean-value functions, p and q (of. 2.31 
and 2.45), which can be evaluated only when / is known. This causes 
difficulty in the determination of/by successive approximation, because the 
time-derivatives of w, Cg and T determine that of which affects the 
equation from w'hich/<^^ is determined. At this stage, howev'er, as / is only 

* See, e.g., Kneser, Integralgleichungen, p. 91; or Courant and Hilbert, Methoden 
der Math. Physik, 1 (2nd ed.), pp. 99 and 129. 
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incompletely known, p and q also cannot be completely evaluated. This 
difficulty was overcome by Enskog by an appropriate method of division 

of the part of ^(/). 

Let (p denote any function of c, r, i; then 


where 


=iri/«?idc 

nj 0 

= 

= lj^f(r)dc. 


In particular, taking in turn ^ = mCCy <f> = EC, we have 


where 


P = Z p*'’- 9 = 2 
0 0 


in the present chapter, of course, E = \mC^, 


Owing to the form of 


= 0 ; 


also the non-diagonal elements of p^®^ vanish, and each diagonal element is 
equal to knT, Consequently 


p(o) = knT\J = Up, 


where U is the unit tensor (1.3), and p is the hydrostatic pressure. 

The expressions 3 . 21 , 1 , 3,5 giving dnjdty dcjdt and dT/dt may now be 
written 

dn 9 / \ 

07 - 


dc, 




dT 

dt 


dT 2 

* dr Nkn 




These time-derivatives are divided into parts, as follows, 

dn ^d^n 0 Co dT ^d^T 

dt ~ dt * dt~ dt~’ dt dt ’ 


7 
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where the quantities on the right are not themselves time-derivatives, but 
are defined by 

-aF = o ('■>«)’ 

= -(co.|;)«o + F-l|. 

dt ® 8r JVkn\^ dr " dr ^ 

dT 2T d 

"" Cn • ^ ^ 0 ^- • Ca « •••••* X2 

® dr -AT dr 

. 

the value of N being, in the present case, 3. It is convenient also to write 

Dq 00 0 

. 

SO that DJDt denotes a first approximation to DjDt, and 

Dt ~ ar *’ Dt pdr’ . ® 

D^T 2T/d \ 

= . 

From 15 and i6 it follows that 

g?(n/2’«) = 0, .17 


so that, to this first approximation, the variation of temperature during the 
fiiotion of the gas follows the adiabatic law 

pcc T*. 













114 The Non-uniform State for a Simple Ga^ 

Now, if F is any function which involves i only through n, Cp, T, 

dF 

ct 


[7.14 


cF dn dF cc. dF dT 


dn di 


0 Co ’ dt 


dT dt 


= i( 


oFd.n dF d,CQ dFd,T 


+ 


+ 


dn dt 3 Cp ’ dt dT dt 


^ d F 


0 


ot 


where 


_lFd_^ dj^ ^0 dF d,T 
dt dn dt "*"000* dt dT dt 


.i 8 


and similarly for DFjDt. Hence 




dpA 

0c ]' 


Enskog’s division of ^f can now be indicated. He took = 0, and, for 
r > 0, 

Q(r) = /(I), .../('-!>) 


_ ap/‘-^>. d,r.-2^ 


dt 


_j_i:::-L 4- -4- 

^ dt dt 


Sr-..r\ 


0 ) 


0C 


19 


each term in which is determinate when/*”*, are known. This pro¬ 

cedure overcomes the difficulty mentioned at the beginning of this section. 
It has to be shown, however, that with this mode of division the conditions 

of solubility = 0 (i = 1, 2, 3) 

are satisfied. Since = 0, we need only consider the case r> 0 . 

It may first be remarked that the quantities 

/yir**>^/dc 

have already been evaluated in 3 . 21 , and that the expressions given there 
can be analysed at sight into the parts corresponding to the separate expres¬ 
sions in so doing, wherever the time-derivative dfjdt of the mean value 
of a function </> occurs, it must be divided into a series of expressions each of 
the form itr-i) ^ Jir-ai 3 ^^(O) 


"a/ dt 


dt 


corresponding to the subdivision of dfjdt among the expressions But 
in the equations of 3.21 the only time-derivatives present are those of mean 
values of the functions ^***, which, by 7.12,4, are such that 

= 0 (r>0). 
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Thus these equations become 




where 

(r>l), 

J0(» dc = |;. p«» - P (f - j, 

J'0<2)^'-)dc = ^ (r>l), 

;vir<3) ^i)dc = wA:?’j + p(«> ■.~Co + ~nkT^.Ca, 

JvJ^3> ^’■'dc = nAirj + p"--”: ^ Co + ^ • Of'’"'" ('^ > 1 )• 


By 7.14,8-i6, all these expressions are zero. 

Thus the conditions of solubility are satisfied, and/can be determined to 
any desired degree of approximation. The time-derivatives of n, Cq, and T 
are then known to the same degree: they do not appear as arbitrary adjust¬ 
able parameters, but are uniquely determinable in terms of w, Cq and T and 
their space-derivatives at r, /. 

7,15, The parametric expression of Enskog^s method of solution. The pre¬ 
ceding description of Enskog's method will now be summarized. 

Boltzmann’s equation is expressed in the form g(/) = 0, and a solution 
/ = is assumed; g(/) is expressed in the form where g<'’> = -H 
and are given by 7.1 1,4 and 7 . 14 , 19 . The first term (/‘o’) of / is the 

same function of the number-density the mass-velocity Cq. and the 
temperature T at the point in question as would represent the velocity- 
distribution function in a uniform gas in the steady state in which every¬ 
where the number-density, mass-velocity and temi)erature are n, Cq, and T . 
The later terms, /<'’>, are the solutions of the equations = 0 such that 

= 0 (i = 1, 2, 3); 

the solutions thus defined are unique. 

The division of g into was expressed concisely by Enskog in the 
following way. He introduced a parameter 0 into the series for/, writing 


J ^ fW +fW + 0/(2) + 02/(3) + . , . 


I 
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(if we put 0=1 this agrees with 7.1,i). Then 

J(ffi) = + • • •. 

where is the same as in 7.11,4. Similarly the equations of 7.14 may be 
modified as follows: 


or 


and 






CD 


dt 

^f 


«? = 2 
0 


00 p 

Vii’ 


( oo 0 

Vi 


3 - 9 „ 

cr 




+ 



u 


where is defined as in 7.14. It follows that 


= ^,g<«> + ig'« + £<« + 0£®+..., 

where as before. If = 0 for every r, then §(/) vanishes for 

all values of 0. The preceding description of Enskog’s method corresponds 
formally to the case 0=1. 

On evaluating/*®\/<^\ ..., with the above choice of arbitrary parameters, 
it is found that is proportional to n (or p), is independent of n, 
is proportional to 1/n, and so on. Hence the power of 1/0 appearing in 
any term of the equations is the same as that of n appearing in the same 
term. If a different choice of arbitrary parameters were made, the solution 
would not be thus simply ordered according to powers of the density, 
though the value of the complete solution would be unaltered (7.2). 

When the density of a gas is comparable with that of the atmosphere near 
the ground, and the non-uniformities in n, Cq, T are such as ordinarily occur 
in laboratory experiments, the terms in/ decrease rapidly as r increases, 
andis a sufficiently good approximation to / for most purposes. In 
rarer gases, naturally, the later terms are relatively more important, so that 
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for some purposes it is worth while to determine /< 2 ). Unfortunately the 
complexity of the successive terms/<'•> increases rapidly with r. 

Hilbert expressed / by an equation of the form i, but his discussion of 
Boltzmann’s integral equation did not afford a convenient determination 
of / beyond the first term because he did not introduce 2 before pro¬ 
ceeding to the division of ^/. 


7.2. The arbitrary parameters in f. The solution / of Boltzmann’s equa¬ 
tion which is obtained by Enskog’s method depends on no parameters other 
than the values of n, , and T throughout the gas. The conclusion that the 
physical state of the gas depends on these parameters, and on no others, 
appears to be in accordance with experiment. However, Enskog’s solution 
of Boltzmann’s equation is not the most general one: it is possible to assign 
an arbitrary value to/at an initial instant, and Boltzmann’s equation merely 
determines the way in which / subsequently varies. 

It might be supposed that Enskog’s solution lacks the arbitrariness of the 
general solution because of the special values which have been adopted for 
n, Co, and T in the expression 7.11,9 for/<o\ and the special values adopted for 
the arbitrary constantsand appearing in the expression for 
/Win 7.12. This, however, is not so: it can be proved (though the proof is too 
long to be given here) that, subject to certain conditions of convergence, 
every solution given by Enskog’s method of subdivision, corresponding to 
a given distribution of n, Cp, and T, is identical with the one obtained with 
these special values of the arbitrary elements. The lack of arbitrariness is 
due to the fact that df'‘'*ldt does not contribute to the equation determining 
/W; if it did,/*'’^ could be arbitrary, and the equation would merely determine 

a/w/0^ 

To see the relation of Enskog’s solution to the general one, suppose that 
initially a given mass of gas possesses an arbitrary velocity-distribution 
function. Let the gas be left to itself for awhile; by analogy with the results 
for a gas in a uniform state (4.1)/ will approach one of a series of “normal ” 
values, each depending on certain parameters in a standard way. After a 
normal distribution of velocities has been reached, / will continue to take 
only normal values: it will vary only through the variation of the parameters. 
On physical grounds it is clear that, at any instant the three quantities n, Cp, 
and T are independent and arbitrary functions of position; their values 
throughout the gas are therefore among the parameters in question. On 
physical grounds, also, these parameters appear to be the only ones on which 
the distribution of velocities can depend in the normal state. The normal 
solutions of Boltzmann’s equation thus depend only on n, Cp, and T, and vary 
with the time only through their dependence on n, Cp, and T. The method of 
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evaluation of df /dt given by Enskog is such that these conditions are satisfied; 
his solutions of Boltzmann’s equation are accordingly normal solutions. 

7.3. The second approximation to f. The remainder of this chapter is 
devoted to the detailed evaluation of the second approximation to / (in¬ 
volving the determination of ; this leads to the determination and 
and hence to expressions for the coefficients of thermal conductivity 
(A) and viscosity (p). 

The equation from which /(d is to be determined is 

g(i) = ^i)_f.J(i>=0. .I 


The differential part of depends only on/^®>. As/<®^ is a function of C, 
it is convenient to express in a form analogous to that of ^f given in 
3.13,3, viz. 


^( 1 ) == 


Dt 


+ C, 


0r 


+ 



■^0 ^0 
~w 



0C 0C dr 


or, on substitution from 7.14, 15 , 


^(1) _ I c 1 ^ aiog/t®) aiog/<Y . ^ 

*'1 Dt ' 0r ■*'/>0r‘ 3C 0C 0r 


Co 


Now, by 7 . 11,9 


log/^®^ = const.-flog( 7 i/T*) — wC^/ 2 A:T, 


and so 


01 og/^®^ mC 


0C 


kT ’ 


while, by 7.14,16,17, 


Z>olog/(®> mC^D^T mC^ d 


Dt 


2kT^ Dt 


.c 


3A:T 0r ® 


Thus the sum of the first and last terms in the bracket on the right-hand 
side of 2 is ^ 

— rc--c 

o 

where CC is given by 1.32,2. Also the sum of the two middle terms is 



01og/^®> m dp 
0r pkT dr 


).c. 


9 ^og{ foInkT) 


8r 



0 log T-^ ^ mC» dT 


dr 


mC^ 

2kT 


-l)c. 


2kT^ dr 

0 iog!r 
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Accordingly 2 may be written in the form 
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= /<»>((^^ -1) c . 1 Co]. 

where is a dimensionless variable defined by the equation 

* - {Sth 


with components oT and magnitude In terms of this variable 


/(O) = 


m 


27rkT 




The integral part of is given by the equation 

ja) = j(/(o)y^i)) + j(/(i)y(o))^ 
Substitutethen, using 7.12.3, we get 

= W2/(0(1)). 

The equation = 0 is therefore equivalent to 

^2/(00)) = 


dr 


Co 


7.31. The functions Since like/^^^ itself, is a scalar, it suffices 
to consider only thescalar solutions of 7 . 3 , 7 . Now is linear in and 

the right-hand side of this equation is linear in the space-derivatives of T and 
of ^o> ^o- bence the most general scalar solution is the sum of three 
parts: (i) a linear combination of the components of dTjdr: for this to be a 
scalar, it must be given by the scalar product of dTjdr and another vector; 
(ii) a linear combination of the components of 0/dr c^: this must similarly be 
the scalar product of 9/dr Cq and another tensor; (iii) the most general scalar 
solution of the equation 7(0^^^) = 0. Of these (i) and (ii) correspond to the 
particular integral of a differential equation, and (iii) to the complementary 
function. Thus we can write 

0(1) = _ i (A . i B : Co+a<i.» + ». mC + 

n\ m } dr n dr ^ 


where A and are vectors, and B is a tensor: B are functions of C, 

while are constants. 
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Substituting from i into 7 , 3 , 7 , and equating the coefficients of the 
different components of d Tjdr, 9/8r Cq, we find that A, B are special solutions 
of the equations 

.^ 

nI{B) = 3 

It is easily verified that the conditions of solubility of these integral equations 
are satisfied, i.e. (cf. 7.13) that 

;/(0)(<^2_6)^^i,^^0, - 0 (£=1,2,3). 

The only variables involved in 2 , 3 are C, or and the values of w, T at 
the point in question; Cq does not appear explicitly, but only as involved 
in Hence A and B must be functions of n, T and The only vector 
which can be formed from these elements is ^ itself, multiplied by some 
function of n, T and the latter being the one independent scalar con¬ 
nected with Hence we can write 

A = A(^)<i^, ^ 

A(^) being a function of*^ (and of n, T). 

Equation 3 can be separated into nine component equations; typical 
among these equations are 

nl(B^) = 2 /( 0 )(<^ 2 _ 

Addition of the three equations of the first type shows that 

^zz) ~ 

while, from those of the second type, 

Thus the nine equations possess solutions such that 

^xx +B^-\~B^ = 0, B^y = By^, etc., 

i.e., such that B is a symmetrical and non-divergent tensor. Now B depends 
only on n, T and and the only symmetrical non-divergent tensors which 

can be formed from these elements are multiples of 9^9^ by factors which are 
functions of n, T, and Hence for the solution of 3 we can write 

B = ^Vj5(‘if), 

where B (*€) is a function of *<f, n and T, 


5 
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The constants a<‘'«, «, a”-« in i are to be chosen such that the corre¬ 

sponding form for/<« satisfies equations 7.12,4, i e. that 

0 = 


f 


1 /2kT\i 


m 


1) 4- w. mC+a<3. d . 


dc. 


Neglecting vanishing integrals, and simplifying by 1.42,4, these equations, 
for i = 1, 2, 3, become 

The first and third of these relations show that = 0, n = o; the second 

shows that is proportional to dTj^', so that in i the term a^^.i) 
may be absorbed into the first term on the right; hence we can also write 
1) = 0, when the second of these relations becomes 

= 0 . . 6 

Also I reduces to 

= ., 

n\ rn / dr n di* ® ' 


7.4. Thermal condiictivity. Before considering the details of the method 
by which Ay B are determined, we shall derive general expressions for the 
second approximation to the thermal flux q (this is since = 0; cf. 
7.14,5) and to the deviation of the pressure system from the hydrostatic 
pressure given by or^?U; this deviation is, to the approximation con¬ 
sidered, given by The equation giving is 

q<i> = 

On substituting for 0^^^ from 7.31,7, and neglecting integrals of odd functions 
of the components of ^ or C, this becomes 
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by I .'^2,4- Using 7,31,6, we get 


^1) = - 


2k^T dT 
3mn dr 

2k^T dT 
Zmn dr 




whence, by 7.31,a and 4.4,7, 


g<i) = - 


2k^T dT 

Sm dr 


Ja . I{A)dc 


3w 


Thus, if 


^ 3m 


SO that, by 4.41,i, A is essentially positive, the value of is given by 


g<« = -A 


dT 

0r * 


The thermal flow is therefore, to the present order of approximation, 
opposite in direction and proportional in magnitude to the temperature 
gradient; this agrees with the approximate theory of Chapter 6. The 
quantity A is the coefficient of thermal conduction of the gas. 

7.41. Viscosity, The equation for is 

pd) = mjf^^CCdc = mJ/W0<i>CCdc. 

In this we substitute for from 7.31,7: then, on omitting integrals of odd 
functions of the components of C, 


f 


2kT 


f 


^ Coj CCdc 
i?: ^ Co) *’«’dc 


whence, using the theorem of 1.421 and 7.31,3, 


p(i) = _ 


2kT d 

5n dr 


2kT d 
5n 


lo J/<®) £(«') (W:«’«’) dc 
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O 

pii) = -iAT^CoJe: /(B)dc 

O 

Thus, if /* “ B]» 

so that/i, like A, is an essentially positive quantity, the above expression for 

p(U becomes p 

P‘" = -2/‘^Co. ., 


By 7.14,3,6, the second approximation to the complete pressure tensor p is 

i>U-2/4^Co, 


by 2 . Thus the values of the second approximations to the typical elements 
Pxx* Pvt pressure tensor p are 

Pxx P 9^ j. 

/ BVq 0t^o\ 

These are identical with the expressions for the corresponding stress-com¬ 
ponents in a medium of viscosity /i. They are generalizations of the result 
of 6.2, which corresponds to the case when Vq = Wq ~ 0, and Uq is a function 
of z only; the above approximations to the six components of stress then 
reduce to 

duQ 

Pxx ~ Pyv ~~ ~ ~ P^V3^ ~ ~ 02 ’ ~ = 0 = = pxz' 


7.5. Sonine polynomials. The quantities A and B are determined by 
expressing them in terms of certain polynomials,* defined as follows. 

Let 5 be a positive number less than unity, and x, m be any real numbers. 
Then the polynomial is defined as the coefficient of s" in the expansion 

(l_5)-7n-lg-xs/(l-s) .I 


* These polynomials were first used in the kinetic theory of gases by Burnett, Proc. 
Land. Math. Soc, 39, 385, 1935. The polynomial called jS",;'’(x) by Burnett diifers by a 
constant factor l//'(m+n+ 1) from that defined above. 
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in powers of 8. Now 


(1 — 


(— X8)r ( 1 — ! 

p 

Z Z (- xa)Ps^{m+p + q)Jp \q\, 

P « 


where denotes the product of the q factors r, r—1, T — q-\-\\ on 
selecting the terms out of this sum such that p + q = the value of 
is found to be 

^ (-^Y(m> + n)^_j,lp\(n-p)\, .a 

In particular = m + 1 - a:. . 3 

The polynomials are numerical multiples of Sonine*s polynomials,* 

which arise in the study of Bessel functions. 


Since 



= ( 1 - 50 "^- 


( 1-0 


—m* 



CO 


0 


1 ), 


g-ar(l-8«)/(l-»)(l-/)a.m 


on equating coefficients of on the two sides of this equation, we find that 


€ ^S^f^(x)x'^dx = 0 

= /*(m+p+ l)/p! 


(V + f) 

(p = g)- 



7.51. The formal evaluation of A and A. Suppose that the function 
A( — ^Ai^)) can be expressed as the sum of a convergent series of the 


form 

CO 



A = ^ ara<*‘\ 

.X 


r=0 


where 


. 2 


while the coefficients a^ are quantities independent of whose values are 
to be determined.f The functions a,., like are dimensionless quantities. 


• Sonine, Math, Ann. 16, 41, 1880. The typical Sonine polynomial is equal to 
/’(m + n+1)(—l)"5',;'(a:). It is related to the generalized Laguerre polynomials L 
used by Schrddinger {Ann. Phys. 80, 483, 1926), which are such that 


2 


t We are in effect assuming that Ai^) can be expanded in a series of the polynomials 
The validity of this assumption for certain molecular models is proved by 
Burnett, loc. cit. For the general theory of the expressibility of a fimotion by a series of 
polynomials, see Courant and Hilbert, Meth. der Math, Phya. 1 , chapter 2. 
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The function A is the special solution of the integral equation 7.31,2 
which also satisfies the condition 7.31,6. On use of 7.3,5, this condition 
niav he put in the form 

ie-^{^.A)dW = 0. 

Using the above expression for A, and remembering that we 

can transform the expression on the left-hand side of this equation into 

J r=0 

= 2n 1 e-»^,S,<“>(«’“') 5, 2 ) 

= 27r a^rd) 

by 7 . 5 , 4 - Thus for 7.31,6 to be satisfied, it is only necessary that = 0. 

To determine the values of a,, a^, ..., we proceed as follows. We write 

.3 

= . 4 

SO that Uj. and (cf. 4.4, last paragraph) are independent of the number- 
density n. Then, if 7.31,2 be multiplied by a^^^dc and integrated over all 
values of c, the resulting equation is of the form 

nja^^KI{A)dc = ^ 

or, by 4 » = a,.. . 5 

Thus, on substituting from i, and using 3 , 

a^l 

00 

^ * .6 


As the functions are known, a,, and may be regarded as known, so 
that the infinite set of equations obtained from 6 by giving r the values 
1,2, ... serves to determine the infinite set of coefficients a^. Formally the 
solution is given by ... 


where denotes the determinant of which the r, s element is while 
is obtained from by replacing the elements of the?th column by a^, ag,...; 

the determinant s/ is symmetrical and the diagonal terms are essentially 
positive. As, however, neither of the infinite determinants in general 
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converges, it is necessary to proceed in a somewhat different manner. Let the 
value of a,, obtained by employing only the first m of the equations 6 , and 
retaining only the first m terms on the right-hand sides of these equations, be 
denoted by Then ^ . 7 

where are the determinants composed of the first m rows and 

columns of We assume that as m tends to infinity, tends to as 

Umit, and that, if ^ 

.8 

1 

then tends to A* 

Let denote the determinant obtained on bordering by a final 
column and a final row the last diagonal 

element being zero; then, by 7 , 8 


and consequently 




[Ay A] - Lt [AyA^^^] = - Lt [^, 


7n->oo 


m-^oo 


Also, by 5 , [Ay = a,., so that [Ay is equal to the determinant 

obtained from by replacing the terms a*'’* in the last column by a,., i.e. 
to the determinant obtained from on bordering it by a final row and a 
final column each consisting of the terms a^, ag, 0 : this determinant is 

denoted by Hence the last equation is identical with 




xo 


7n->oo 


This result can also be expressed in terms of an infinite series. By a well 
known theorem on determinants,t 






m 




since are the minors of corresponding to the 

four elements in the lower right-hand corner. Hence 

whence it follows that 




zi 


Also 




* The convergence is established for certain molecular modi'ls by Burnett, loc, cU» 
t Scott and Matthews, Theory of Determinants (2nd ed.), p. 62. 
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the set of equations obtained from ii by putting m 



so that lo takes the form 




a\ {J3i'5(2))2 (J3?^f))2 

J3^<b^(2) + J3jr(2)^(3) + • • • • 


It may be proved that every term of this series is essentially positive. For 
let denote the determinant obtained from by replacing the 

elements of the last column by so that is a linear com¬ 
bination of the functions af>. Then, since = a,.^, the expression 

[aC*), ^(»”>] is obtained from by replacing the terms of the last column 
by Oir, ® 2 r* •••> ®mr> which are identical with the terms of the rth column if 
r<m. Thus 

[o(^>, = 0 (r < m), 


and so, since is a linear function of the coefficient of 

at'"^ being 


Since like the individual functions a!'^\ is not of the form 

is essentially positive. Thus is positive; also, by its 

definition, is positive; hence the series in 12 is a series of positive terms. 

When the known values of the quantities a,, are substituted, equations 10 
and 12 take somewhat simpler forms. By 2 , 4 , 


a, = ^ J /to>(^2 _ I) 2rfc, 

and so. since ^ 

= -¥- ('•= 1 ) 

= 0 (r>l), 


by 7 . 3,5 and 7 . 5 , 4 . Hence, if denotes the r, sth minor of that is, 
the determinant obtained from by omitting the row and column 

containing a,g, 10 and 12 become 

[^,A] = -w- L 

m—^oo 

rj .iT 225/ 1 ^ . \ 
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From these and equation 7.4,i, viz. 

the value of A can be found. Since the molecules of the gas are supposed to 
possess only translatory energy, the specific heat of the gas is equal to 
3/:/2m. Thus ^ /j_ (^(|))^ \ 

'4 « \aii ^(2)^(3) .13 

When the expressions are known, the value of A can be determined to any 
required degree of accuracy from this formula. The calculation of these 
expressions is effected in Chapters 9 and 10 . 

Since the quantities are independent of the number-density of the gas, 
it follows that the same is true of the series factor in 13 , and therefore of A. 

7.52. The formal evaluation of B and fi. The tensor B and the coefficient 
of viscosity fi are evaluated by methods simUar to those used in 7.51. Since 

o 

B is of the foim B(^), we express it as a series of the form 

B = i 6 ,bw . X 

1 

where b<'-> - W .a 

and the coefficients are constants to be determined. Then, writing 

b„ = [bw b<»>]. 3 

? J/( 0 )^«>;b<'-)tic, ^ 

results parallel to those of 7.51 are obtained, in which a^, a*'’\ etc., 
are replaced by etc. The linear equations corresponding to 

7.51,6 are 

— Ar» 5 

s 

whence, by analogy with 7.51,xo,x2, 

[B, B] = - Lt 

m^cQ 

_fi\ 

6 ji ® 

with obvious definitions of 3S^”'\ 3^^^: every term in the series will be 

positive. 
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With the above definition of by 1.32,9 

fir = ^ 

or, using 7.3,5 7.5,4 

fir = ^ Je-*’-S',<®>{■g’2)S^--«('g’2)^4rf.g> 

= 5 (r = 1) 

= 0 (r>l). 


Using these results, equation 7,41,i, viz. 


reduces to the form 


p = tV^T[B, B], 







the notation being again similar to that used in 7.51, 13 . Like A, fi is 
independent of the density of the gas. 


7.6. Tlie transformation of I(^). We shall now prove that, as stated in 

n^I(<P) = <^(c) A'o(c) +J0(Ci)if(c,Ci)dCi, .i 

where K(c, c^) is a symmetrical function of c, Cj. The proof was first given 
by Hilbert for rigid elastic spherical molecules.* 

We consider molecules whose interaction is always repulsive: the modifica¬ 
tions to be introduced in the proof for other forms of interaction can easily 
be seen. By the definition of 7(0) 

nH(0) = -<P[)k^dVidc^. . 2 

Here 0i, 0\ 01 are written for 0(Ci), 0{c'), 0(cl), and c\ c\ are given in 
terms of c, Cj by the relations 

cl = Ci-(g.k)k, c' = c4-(g.k)k .3 


(cf. 3 . 43 , 2 ), where 


g = Ci-C. 

♦ Hilbert, Inteyralgleichungerit p. 267. 


4 
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The xyression is a function oig and the encounter-variable 6, or, what is 
equivalent, of g and the deflection of the relative velocity at encounter. If ^ 
is the angle between^ and k, this deflection is tt —2^: hence we can put 

f)’ . 5 

To be able to consider separately the parts of the integral 2 arising from 

0, 0^, 0\ 0^, we must assume, as in 3.6, that the range of k is limited to all 

values such that / 1 / cv 

^lr<\(7T-8), . 6 

say. Then the part of 2 arising from 0 is 

.7 

Since the factor by which 0 is multiplied is a function of c alone, this may 

be expressed as / v 

^ OK^{c). .8 

The part of 2 arising from the term 0^ is 

.9 

Since, in terms of the polar angles e giving the orientation of k about g as 

dVi = sin^jrdrlfdey 10 

it follows that 

is a function of g alone. Hence this part of 2 can be expressed as 

J0(Ci)A\(c,Ci)dCi, XI 

where KfCy c^) is a symmetrical function of c, c^. 

The part of 2 arising from 0' is 

.« 

In this we change the variable of integration from to^; since = c+g, 
the element dc^ is equal to dg. Further, let g = gn, where n is a unit vector; 
then dn is an element of solid angle, and dg — g^dgdn. Again, let k ’= gk; 
then similarly dk = g^dgdk. Hence 12 may be written in the form 

j/r)dndk, 

the integral being over all values of n, k such that the angle between n and 
k is less than J(7r — ^): \jr may now be taken as one of the polar angles fixing 
the orientation ofn about the direction of k as axis. 

Next we change the variable k to ff, where 

K = (g. k)k = gcos^k = lecosv>. 
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Then dK = cos^ i/rdky K = g cos and so 12 becomes 

sec sec^ \jfdndK, 

or after a final change of variable from K to c\ 

sec \j/, \}/) sec^^dndc', 


since c' = c+K, and the element dc' is equal to dK. 


Now 


rvi 


( 0 ) 


" WkT) ® 


andas C' == C + {g .k.)k = C^-g + K 

it follows that 

C^ + a = C' 2 +(C'+^-K).(C'+^-K) 

= C^-+C'^-2C\(K-g)-^g^+K^~2g.K 
= C'2+C'2-2C'.{ft:-i^nsec^) + ^Han2^, 



14 

15 



since g = Kseci/r, and the angle between g and K is xj/. Let 6 be the angle 
between C' and K, and be the angle between the planes of C' and K, and 
of K and n respectively. Then, by a well-known formula of spherical 
trigonometry, the cosine of the angle between C' and n is 

cos d cos ijr 4- sin 0 sin xjr cos e^, 


that is, KC .n = KC'{cosScosx/r + sindsin\/rcos€i) 

= K.a cos xjf-\-KC' sin ^ sin ^ cos e^. 

Hence C\ = + 2KC' sin 8 tan i/r cos -h tan^ r/r . 17 

Again, xjf and are polar angles giving the orientation of n about the direc¬ 
tion of K; thus dn = sin xlrdxlrde^, and so 13 is equal to 



jjT^(C*+C'*+ 2KC‘ sin 6 tan ^ cos €i + K* tan* 

X 0'k-fK sec xjr, x/r) sec® xjr sin xj/dxj/dey^dc'. 


Consider now the part 



—^ KC sin d tan ^5- cos c. 





of i 8 . On expanding the exponential in a series, and integrating with respect 
to Cj, odd powers of KC sin 6 vanish. Hence 19 is a function of sin® 0. 
But this quantity is the square of the magnitude of KaC\ and as 

KaC = (C'-C)aC' = -CaC', 










132 


The Non-uniform State for a Simple Gas 


[7.6 


the square is symmetric in the variables c, c'. Thus 19 is also a symmetric 
function of c, c'; moreover, (7^ + and are symmetric functions; hence 
18 or xz is expressible in the form 


where ^ symmetric function of c, c'. 

The part of z depending on is 






zx 


In transforming this integral we use a new unit vector k^, whose direction is 
that of ^ . k) k, i.e. of the component of g perpendicular to k. If the 

polar angles giving the orientation of k about the direction ofg^ as axis are 
e, the similar angles for kj are 7r/2 — }^,€-\-7r; thus 


dk = sin r/rdi/rde, dki = cos i/rdi/rde, 
and so 21 may be written 


j-j-y(O)y^o) 0 ' ta,n dk^dc^, 


the integral being over all values of k^, such that the angle 7r/2 — i/r between 

kj and g lies between S/2 and 7 r/ 2 . 

The transformation now proceeds as for xz. First the variable of inte¬ 
gration is changed from to then g, k^ are replaced by n, where 
fci=gki; next is replaced by Kj, where 


Ki = c[-c==g-{g.k)k = k^sini/r. 


and finally the variable is changed fro 
tions is 


M 


Kj to c[. The result of these opera- 


IciiKi cosec }/r, xjr) tan xjf cosec® 


the integration extending over all values of n and c[ 
7t/2 — between n and lies between S/2 and 7t/2. 
Again, as before. 







such that the angle 


and in this case we put Cj = CJ -^g—Ki, whence 


= c®+c;®-fA:fcot®^+ 


2C[ . (ifiD cosec — Kj). 


If is the angle between C[ and Kj, and the angle between the planes of 
C[ and Kj and of Kj and n respectively, we find that 


€[. {Kiti cosec Ip'—Ki) = CJ sin cot cose,. 






133 



The Non-uniform State for a Simple Gas 


Hence, since dn = cos f df de^, 22 may be written in the form 



+ 2Ci'/C, sill ^ cot \{f cosci) 


X 0[ kiiKi cosec i/r) cosec^ ^ dxjrde^dc{. 


Integrating with respect to e^, we obtain an expression for 22 of the form 

where K^ic, cj) is a symmetric function of c, c;. 

Combining 8,11, 20, 23 it follows that 


„2/(0) = 0(c)Ji:„(c) + j0(c,){A'i(c,c,)-if2(c.c,)-A-3(c,Ci)} 

= 0{c)iiro(c) + /0(Ci)A'(c,Ci)dCi, 


where K{c, c,) is a symmetric function of c, c^. Thus the theorem is proved. 
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Chapter 8 

THE NON-UNIFORM STATE FOR A GAS-MIXTURE 


[8.1 


8 . 1 . Boltzmann'’s equation, and the equation of transfer, for a mixture. The 
general problem of evaluating the velocity-distribution function in a gas- 
mixture, when the composition, mass-velocity, and temperature of the gas 
vary from point to point, is solved in a manner analogous to that employed 
for a simple gas. The solution will be given here for the case of a binary 
mixture; no essentially different features are introduced when more than 


two gases are present. 

The definitions of mass-velocity, partial pressures, densities, and so forth, 
for a gas-mixture, are given in 2.5, p. 43. 

The functions/ 1,/2 which specify the distribution of velocities of molecules 
of the two gases satisfy equations of the form 


I’aci ’ 

3/2 . - I F 


the values of d^fjdt, being given by 3.52, 1 , 9,11 and similar equations. 

Also the equation of change of a function $Si(Ci, r, t) of the velocity of mole¬ 
cules of the first gas is (cf. 3.13,2) 


Dt 




Til 9^1 Cl 






a similar equation holds for a function 4 > 2 (C^,r,t) of the velocities of the 
molecules of the second gas. 

As in 3. 21 , vanishes for certain values of ^; the corresponding equations 

of change are of special importance. 

Case 1 . Let 9^1 = 1 ; then is the rate at which the number-density 

of the first gas is being altered by encounters; this rate is, of course, zero. 
Thus the equation becomes 


Dn-^ 



. (w-iCi) — 0, 


4 
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■which is the equation of conservation of molecules of the first gas. On 
adding this to the corresponding equation for the second gas, the equation 
of conservation of molecules of the mixture is obtained; this is 


Dn d ^ i yr tt v 
~Di ^ + ” 2 ^ 2 ) = 


Again, multiply the equations for the two gases by and and add: 
then, since /?iCi+P 2^2 = ^ (cf- 2 . 5 , 9 ), the resulting equation is 

Dp d 

£»< ~ . ^ 


which is the equation of conservation of mass for the mixture. 
Case 2. Let then the equation of change is 


D 

Dt 


(PiG\) 1^^,. • ^0 j + 0 j. * Pi Li C\ 


+ Pi ^1* 0j,^o ~ n-^Am-^C^ 


On adding this to the corresponding equation for the second gas, and using 

the relation — -- 

712^^1262 = 0, 

expressing the fact that the total momentum of the molecules is unaltered 
by encounters, the equation of motion of the mixture is obtained, namely 

0 „ „ Dcq 

^ • P = Pi^i + P2^2 -P • . 7 

Cdse 3. Let = E-^. Then, since the translational motion of a molecule 
contributes a term irriiCl to ^ 1 , 0^i/0Ci = m^C^. The corresponding 
equation of change is thus 

. c.) +1;.-P.C.. (f. - 

+ PiCjCi: ^^0“ fiiAEi. 

On adding this to the corresponding equation for the second gas, and using 
the relation WjZlS, + n^AE^ = 0, 

expressing the conservation of energy at encounters, the equation of energy 
of the whole gas is found to be 


D(nE) 

~w~ 


( 0 \ 0 _ _ 

^■Coj + ^.q = PiC^.F^ + p^C^.F^-p: 


dr 


^o> 
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which, like 3.21,4, niay be interpreted term by term. Writing E 
as in 2.44,1, and using 5, this equation reduces to the form 

^ = \NkT^.(n^C^ + n^C^) 


[8.2 

\NkT, 


+ PiCi.Fi+PiC2.F,-p:^Co. 


8 . 2 . The meihod of solution. The equations 8.1,x,2 for/jL,/2 are solved, as 
in Chapter 7 , by a method of successive approximation. They may be 
written in the forms 


if) *^12(11/2) — ^ 2/2 + * 4 (/ 2 /)+* 4 i (/ 2 / i ) = 6 , 


where ^2/2 denote the expressions on the left-hand sides of 8.1,i,a, 

Ji (A/) = m/J-fJ') dkdc,, 

•^ia(/i/2) =‘JJ(/i/2“/i/2) ^i2dkdc2, . 2 

with similar definitions for the expressions «4(/2/)» *4i(/2/i)* 

The expansions for/1,/2 corresponding to 7 . 1 ,i are 

/i = /r . M /a = /r +fP + ..., .i 


and the equations i are similarly subdivided into the sets of equations 

) + Jir) = 0 , = 0 ; . 5 

where Jf) ^ + ^i2(/r/r), .6 

Jf) ^ Ji(/l«>/^^>) + Ji(/l«/(-i>) 4 -... -^Mfm 

+ «A2 (/W) + -..+Ji2 (/W^ .7 

and is a function of , fl'~^K but not of fl^\ such that = 0, 

and ^ 

2 =^,(/r+A»+/f>+-)=^lA. .8 

r<=l 


Similar remarks apply to and 

The first approximations to/1,/2 given by the equations 

Jr ^ j,{fm +Jx 2 (/r/r) = o. jr ^ +*4i(/W) = o. 

These are identical in form with 4 . 3 ,i; hence, as in 4 . 3 , they possess the 
solutions „ 


'1^ - ”-( 2 ^) 


i ”»> 




i_mi 


^ Kti, - «•)•+(«, - v,)«+(tt-,- tc,)*J 


10 
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where T are arbitrary functions of r, t. These are chosen, as in 

7.11, such that n^, 7 I 2 number-densities of the two gases in the mixture, 

while Cq and T are the mass-velocity and temperature of the mixture: con¬ 
sequently for a given gas at a given time t they are known functions of r. 
This choice implies that 


if 2^2 = ifrdc^, 

if^E^dc^ += ifi°^E,dc,+ ifi<»E^dc^. 


i.e. that 


f f fl^’dCi = 0, r f /^'•'dCj = 0, 

Jr=l Jr=l 

ri/rmic.dci+ri/i^) 

Jr«l Jr=l 


mgCgdCa = 0 , 


jlfrE,dc,+j2n''E,dc, = 0 . 


II 


13 


The equations from which(r > 0 ) are determined are of the form 5 . 
By an argument similar to that used in 7.12 it may be shown that, if Fl^\ 
are any pair of solutions of these equations, any other pair will be of 
the form F{^^+Xiy where XiyXz solutions of the equations 




^2(/rX)+‘4(X2rO + */2l(/rXl)+^2l(X2/^^^^ = 0, 


which, on writing Xi = X 2 = / 2 ®^^ 2 > reduce to 


'^2 ■^ 12 (?^l "^"^ 2 ) — 

^2 ^ 2 ( 9 ^ 2 ) ^1^2^21 (^2 

in the notation of 4.4. We multiply these equations by <p 2 ^^ 2 * 

integrate over all values of c^, Cg, and add. The resulting equation is 

{4>,4>} = 0 , 

the solution of which was found in 4.41 to be 




where ccl^\ are arbitrary functions of r, t. 
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V pair of solutions of 5 can be expressed in the forms 
-t- fnf''<i> 2 - By a suitable choice ofa^^^^ solutions/^'’^/^'*^ may 

be constructed such that 


= 0, = 0, 

. 14 

J/j’’*TO, C'ldCi +//!'■> 7^2CgdCj = 0, 

. 15 

//,<’•> FjdCi + = 0. 

.x6 


We adopt these as the values oi f^'* and f^^ in the series 4 when r>0. 
Equations 11 , 12 , 13 are then satisfied. 


8.21. The subdivision of ^f. The subdivision adopted for^j/jand^ 2 / 2 ^s 
similar to that for in 7.14. The time-derivatives in equations 8 . 1 , 4 , 7,8 are 
expanded in accordance with the formal scheme 


0 

di 


? ? ? 

erdrct 




the subdivision being made as follows, for each of the variables n^, Cq, and 
NkT on which 0/0/ operates in those equations; in each case the operations 
01 / 0 /, 02 / 0 /, ... are directly specified, while the operation djdt is specified in 
terms of Dq/DI, signif 3 dng -f- Cq . djdr: 


-^ 0^1 _ 
"Dt ~ 






(n,CY)) 


(r> 0 ), 




P1F1+P2F2- 



(/•>0), 




4 

5 



DpiNkT) 

Dt 



(NkT) 

dC « 


d(NkT)\ 
dr j 





dt 



(r> 0 ). 
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The quantities appearing in these relations are defined as 

in 7.14. With this subdivision of the time-derivatives, may be expressed 
in the form 



I -s - \ • • • 


ct 


dt 






analogous to 7. 14 , 19 . 

The equations = 0, + — 0 

are soluble only if certain relations analogous to 7.13,i are satisfied by 
^ 2 ^' Using 3,54,2,4,5 and the definitions of it can be shown 

pWdc, = 0, = 0. 

Hence for the equations to be soluble it is necessary that 

= 0 , = 0 , 
l^Pm^C^dc^ + = 0 , 

l^^^hn-^C\dCy-\- = 0 . 

It may readily be verified that with the above choice of these 

conditions are, in fact, satisfied. 


8.3. The second approximation to f. Attention will be confined to a study 

of the second approximations to /j, /g. If are written in the form 

/(o) 0 a)j(o) 0 (n then 


in the notation of 4.4. Thus the equations satisfied by 0^'' are 


a/«o) 




dt 


dr 


0 c 


If/i is regarded as a function of C^, r, t instead of Cj, r, t, the left-hand side 
of I is replaced by 


/««(-Oolog/r p 9 log/,™’ /„ 7)oC„\ 


01 og/f> aiog/'O) 


0 Ci 


0 Ci 



3 
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as in 7.3; also, as in that section, 


[8.3 


log <^1 9 9 log /r _ wii Gx 

Dt 3A:T ar kT 


Since 8 . 21,4 is equivalent to 


'■.-T - ^{1+ 


the middle two terms in the bracket in 3 may be written in the form 




d log( 7 ii T**) C\ d log T 


ar 


2kT dr 




Now let tIjq = njn, tIqo = njn, 7121 = njn^j ^12 = Wi/W; 


Then the second factor in the scalar product 4 becomes 


m^Cl 5\31ogT 0log(niQnT) 


2kT 




dr 


dr 




rriin d logp 


dr 


or 


m-^C\ 5\01ogT n dn^Q m^pg 

2kT 2 / dr dr pkT 




dr 


{Fi~F2)-\- 


7 i 2 (mg-mi) 8 logp 
0 dr 


since 81og{nT)/ar = 81ogp/ar. Again, write 


d - I ^1^2(^2-^l) 3 logy Plp2.p y X 

dr np dr VO ^ ^ ^ * 


dr 


VP 


and let dg^ be similarly defined, so that, since nio + ?i 2 o = 1 » *^21 Is equal to 


— dig. Then 6 becomes 


{m^C\ 5\ 8 log T ^ n 

\ 2kT ~~2) dr 


+ ~d,2. 


Hence 3, which is equal to the left-hand side of i, takes the form 


5\ 9logy n +^c°C ■ 




Similarly, the left-hand side of 2 may be transformed into 


{\2kT 2 )^^- 


»L»si:+f.d„.c.+S:c; 


dr 


-:±c. r • 

kT^^br 


The expression for d^g given by 7 is much simplified if the gas is at rest. 
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Taking D^Cq/DI = 0 in 3 , and proceeding as before, we find that 6 is then 
replaced by 

/WjC'5 5\01ogT 01og(niT) 


2kT 


-9 


Br 


dr 


kT ’ 


and that in 8 we now have 




10 


where 


Pi = kn^T; 


clearly Pi is the hydrostatic pressure of the first gas. Alternatively it may be 
verified that 7 is equivalent to 10 when DqcJDI = 0 , so that, by 8 . 21 , 4 , 

PiPi + PiPi-^ = 0 - 

8.31. The functions Ay D, B. Since, by 8 .3, 8 , 9 , the independent 
expressions 01 og T/dr, rfja (or — dgi) and djdrcQ occur linearly in the left- 
hand sides of equations 8.3,i,a, we can prove, much as in 7.31, that 0^'^ 
are expressible in the forms 


a) — ^ A j — B ■ 

1 — -^1* ^ 7lZ/i.tti2 Di . 






. 0 log T T\ ^ ^=> ^ 

A^ . ^ ^X '2 • ®12 ~ ^ ^ 0 » 


the functions A, D being vectors and the functions B being non-divergent 
tensors, such that 

A^CA{C), I> = Ci)(C), B = CCB{C)y . 3 


with the suffix 1 or 2 throughout. The functions A, D, B must satisfy the 
equations 

- 1) Cj = ref/i(^i) + niW2 7i2(4i + ^2), | 

- I) C 2 = w|/2{^2)+»»1^2^2i(^I + ^2). 


/] 0 )C, = ref/,(I>i) + 211212 ^ 2(^1 + ^ 2 ). 


-/|®>C2 = re|/2(B2) + »iire2/2,(i>i + 7>2), 


2/f®)'g’°'g’i = ref 7 i(Bi) + rei 212/12(61 + 62),] 


2/f)'g’2'^2 = W2'^2(B2) + «l»l2-^2l(B 


1 + 62 ),/ 


6 
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in which the variables *^2 defined by 


[8.4 




These equations may be shown to satisfy the conditions of solubility, which 
are similar to those of the original equations 8.3,i,z. For 8.2, 14-16 to be 
satisfied, -4, D must also be chosen such that 




8 


Thus, to a second approximation,and/g are given by 


h = m 1 - 


A,(Cl) C,. - nD,{C,) C, .d 


12 ^1^*1 • 0 “ ^oj > 


zo 


1 "-^2(^2) ^2 • -^ ^^^2(^2) ^2 *^12 -^2(^2) ^2^2 * ~ 


01 


0r 


zi 


it may readily be verified with the aid of these expressions that, correct to 
the second approximation, the mean kinetic energy of the peculiar motion 
of the molecules is the same for each of the two constituent gases. 

In virtue of 4 - 6 , if a is any vector-function, and b any tensor-function, 
each defined in both velocity-domains, then 


n,n^{A,a} = J/n^!-f)Ci.aidCi + ;/n^i-|)C2.a2dc2, 

nj^n^{D,a} = ^ ^ 

riiJ 712 j 

7ii7i2{B, b} = : bidCi-h 2j*/<*»'^2'^2: badCa- 


12 


13 

14 


8.4. Diffusion and thermal diffusion. The two constituents of the gas- 
mixture are said to be diffusing relative to one another if the mean velocities 
of the two sets of molecules at r, t are not the same, that is, if — Cg or (what 
is equivalent) — Cg is not equal to zero. Now 


C’l —Cg — “ —— J/2C2dc2. 

On substituting from 8.31,io,ii, the first and last terms in the ex¬ 
pressions for /i and /2 give integrals of odd functions of the components 
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of C\ hence these integrals vanish. The remaining terms readily yield the 
expression 


Ci-C 


[jl C\D,(C,) dc, - IJ/f) CID^(C^) dc,j 

[i J/<<» C\A,(C,)dc ,-1 J/<o) CIA,(C,) dc,j 




nd 


12 


= - ^ -D} W<^12 + {D,A} 




dr 



9 log 

9r 



by 8 . 31 , 13 . _ 

The velocity of diffusion C^ —Cg accordingly has one component in the 
direction of — dj 2 > since the factor {D, D} is positive, by 4.41,2, Since — 
itself (cf. 8 . 3 , 7 ) hs-s components proportional, with different (positive) 
factors, to — 0 nio/0r, to — Fg, and to —(m^ — mi) 3 log p/ 3 r, the diffusive 
motion of molecules of the first gas relative to the second has components 
in the directions of these vectors. The first of these three components 
corresponds to diffusion tending to reduce the inlioraogeneity of a gas whose 
composition is not uniform; the second component indicates that diffusion 
also occurs, as one would expect, when the accelerative effects of the forces 
acting on the molecules of the two gases are unequal; the third component 
shows that, when the pressure is non-uniform, the heavier molecules tend 
to diffuse towards the regions of greater pressure. 

The velocity of diffusion also possesses a component in the direction of the 
temperature gradient; at this stage no general statement can be made about 
the sign of the coefficient {!>, A}. No simple explanation of this “thermal “ 
diffusion, analogous to the simple theory of Chapter 6, has yet been given. 
Thermal diffusion tends to produce a non-uniform steady state in a gas 
enclosed in a vessel, different parts of which are maintained at different 
steady temperatures. (See note D, p. 399.) 

The definition of the coefficient of diffusion given in Chapter 6 refers 
to a state of the gas in which no forces act on the molecules, and the pressure 
and temperature of the gas are uniform. In this case n does not depend on r, 
and so 8 . 3,7 reduces to 

1 OJlt 




n dr * 


Cl — C 2 = Cl — C 2 = — D} 


dui 


Thus 


2 
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[ 8.41 


The vector giving the flow of molecules of the first gas is equal, as in 
6.4, to — and similarly for molecules of the second gas. Hence 


Cl C 2 — 


\ni dr 712 dt* f 


\^i ^ 2 / 


drii 

dr 


= -D 


n drii 


12 


711712 dr * 


Comparing 2 and 3 , we see that 


We also write 


and 


Di2 = (7i\7ilj^7t){D, D). 

Dq. = (7l\7l\j^7t^){D^ A} 
ky = DqjDi2 = {D, A}l7i{Dy D} 


The coefficient Dq is called the coefficient of therTnal diffusion, and ky will 
be termed the therTnal-diffusion ratio. In terms of Z)i 2 , Dj, and ky, i may 
be written as 


C'l — C '2 — — 


^ I dT 
dr 


n 


711712 




1 dT 


T 01 


which is the general equation of diffusion (to the present order of 
approximation). (See note F, p. 408.) 


8.41. Thermal conduction. Since we are at present considering a gas- 
mixture in which all the molecules possess only translatory communicable 
energy, the thermal flux is given (cf. 2 . 5 , 13 ) by 

q = ff^ \mi C\CidCi + J/g iwigCICgdCa. .i 

Thus 

{q/kT)-^{niCi + n^Ci) = . z 

After substituting for/ 1,/2 from 8.31,xo,ii, and omitting terms that do not 
contribute to the final result, the right-hand side of this equation becomes 
(to the present order of approximation) 

- 4 imn - -I) ((Cl. D,) nd,, + (C,. A,) dc„ 

- 4 imn - 1) {(C*. D,) nd,, + (C,. A,) dc„ 
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or, using 8.31, 12 , 

-\n,n,({A,D}rul,^ + {A,A}^-^y 

Hence our approximation to q is 

q = fA; 7 ’(TCiC\ + «2C2)-J/;reiTO22’/{^,Z)}wdi2 + {^,^}^|— 


or, eliminatingdi2 between this equation and 8 . 4 ,i, 


q = lkT(n^C^ + n^C^)-\-kT{C^-C2) {{A,D}I{D, D})- 


, dT 


dT 


= — A -f \kT(n-^ Cl + ng Cg) + knT ky(Ci — Cg), 


where 


A ^ \kn^n^[{A,A}-{A,Dfl{D, D}]. 


3 

4 


By 4-41,7, A is essentially positive.* If there is no mutual diffusion of the 
gases in the mixture, so that Cj, Cg both vanish, the thermal flux becomes 
equal to —A dTjdr; this is the case when the composition has attained the 
steady state corresponding to the given temperature distribution. Clearly A 
is identical with the coefficient of thermal conduction, as usually defined. 

Equation 3 indicates that the thermal flux is in general made up of three 
parts. First, there is the ordinary flow of heat resulting from inequalities of 
temperature in the gas. Next, when diffusion is proceeding, there is a heat- 
flow resulting from the flux of «i Cj 4- ng Cg molecules per unit time relative 
to the mass-velocity: each molecule carries, on an average, a quantity 
4 kT^ of heat energy. This flow appears because the thermal flux is measured 

♦ The sign of equality in 4.41,7 is inadmissible, since it requires that A, D should 
be identical, apart from a constant multiplier; this is not so, since the same functions 
cannot simultaneously satisfy 8.31,4,5' 

t The factor occurs instead of the usual because the kinetic energy of the 
molecules, as well as the thermal flow, is that measured relative to the mass-velocity 
Co, not the mean velocity c. The following analysis is due to Enskog. 

By analogy with 8.41,x, the flow of energy relative to the mean velocity c of the 

molecules is 

- c). (Cj - c) (Cl - c) + p,(c 2 - c). (c^ - c) {Ci - c)) 

= J(/>i(Ci - C). (Cl - C) (Cl - C) 4- p^{C2 - C ). (Q - C) (C. - C)). 
Expanding this, and using the fact that Px^i Pa ^2 “ wg obtain the expression 

i(Pi^i^^i +P 2 ^^-/^i) “ ipC.CC — i(piCi* + p2C2^) C - piCiCj. C — ptC-iC^ - C. 

Now C is a small quantity: thus we may neglec^ite^quare, and its produc ts w ith 
other small quantities. Hence we can neglect ^pC. CC, and in the product pyCyC^.C 
we can replace CjCj by its first approximation — (kTIrriy) U, where U is the unit 

tensor. Then the expression becomes 

q — \ knTC — 9 — * kT^rtyCy -f n2C2). 

Thus the term |jt!F(ni^+n 2 ^) in 3 arises from the fact that thermal energy and 
thermal flow are both relative to the mass-velocity Cq, not to c. 
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relative to the mass-velocity Cq of the gas, not relative to the mean velocity 
c of the molecules; if it were measured relative to c, this term in the flow 
would disappear. Lastly, even if the flow of heat were measured relative to c, 
diffusii;"'. would contribute a term —Cg) to the heat flow. Only 

the fir i of these three parts of the thermal flux is usually measured in 
laboratory experiments. (See note E, p. 404.) 

8.42. Viscosity. As in the case of a simple gas, the first approximation 
to the pressure system reduces to the hydrostatic pressure. The second 
approximation adds to this the pressure system given by where 

which represents, to this degree of approximation, the deviation of the 
pressure system from the hydrostatic pressure p. 

Only the terms in 8.31,io,ii which contain djdrcQ contribute to the 
value of thus, as in 7.41, 

o 

= - J J/i"’ C°C, :B,dc, + m,j /<<» C°C,: B,dc,j ~ c. 

O 

= -^71^712 kT{B,B}^Co, 

by 8.31,3, theorem of 1.421, and 8 . 31 , 14 . Hence, if we write 

A = B}, .I 

o 

the last equation becomes p^'* = — 2/f ^Cq, . 2 

which is identical with the expression for the viscous stress system in any 
medium (cf. 7.41). Hence /i can be identified with the coefficient of viscosity. 
As in the case of a simple gas, /i is essentially positive. 

8.5. The four first gas-coefficients. Thus, when the velocity-distribution 
functions for a gas-mixture are determined to a second approximation, it 
appears that there are four coefficients concerned in the phenomena of the 
non-uniform state, namely Dj,, A and /.i. These will be called the “first” 
gas-coefficients for a non-uniform gas. They and the associated ratios f and 
ky ( 6 . 3,3 8.4,6) depend on the four integral expressions 

{A, A}, {D,D}, {B,B}, 

which may be evaluated by methods similar to those of 7.51, 7.52. 
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8.51. The coefficients of conduction^ diffusion, and thermal diffttsion. 
It is assumed that A^, A^, may be expanded in series, which, for 

convenience in later work, we write in the forms 


+ 00 


+ 00 


^X = I 


“r 


= yo,o 


2 ’ 


00 


D, = w, 

— QO 


— 00 


+ 00 


i>2 = 2 


dj. a 


2 ’ 


— 00 


where * ^ 2 **^ — Pip 2 ^ 2 /P^ 2 ^l* 

and, for values of r greater than zero, 

«r ^«!-'■» ^0,1 

The expansions 1,2 thus resemble those of 7.51. It will be noted that in the 
two equations i the same coefficients a^ are written, and likewise the co¬ 
efficients in 2 are the same: but except when r = 0, one or other of and 
is always zero, so that the equality of their coefficients has only formal 
significance. The equality of the coefficients of a and follows from 
equations 8 . 31 , 8 , 9 , which the functions A, D must satisfy. On substituting 
from 1,2 into these equations, the parts of the integrals involving the 

functions a<''>vanish (asm 7.51) whenr ^ 0. Hence, since the same coefficients 

have been chosen for af > and a both of the equations reduce to 

|/<o>miCi.a{®>(iCi-h J/i®>W2C2.ajS®>dc2 = 0; 
this is satisfied because, with the above values ofa{®^ andaj^®\ it is equivalent 

to the equality 1 /. 1 /* 

- {fl^^rn^Oldc, = - 

niJ n^j 

Thus equations 8.31,8,9 are satisfied by expressions for A, D of the forms 
1,2 if the coefficients ofa{®*,a^®> are equal, but not otherwise. 

Now let 

=1 - 1) Cl .al'>dc^ + C^i -1) .ai'>dc^ .S 

n,n^S, = - r/rCi-«r«^Ci-i f/f'Cj.al'-'dCj. .6 

TljJ n^j 

Evaluating these integrals by the methods of 7.51, using 7.5,4, 

a, = - (15/4n2) (2kTlm^)'‘, a_i = - (15/4ni) {2kTlm^)K 

So = 3(2fcy)‘/2nin2, 
whereas for all other values of r. 


a,. = 0, 0 


8 
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CV r^bining 5,6 with 8 . 31 , 12 , 13 , we get 


[ 8.51 


oc, = {A,a<% S, = {D,a^% . 9 

and so, if a„ = .xo 

it follows from i and 2 that 


-f QO +00 

^ ctg (ij,g oCf, , ^ dg d^g = 8^ 

S= — CO «.= — 00 


These equations are similar to the set 7.51,6, the only difference in form 
being that in the former set s could only take positive values. The method 
of solution is similar; the results, analogous to 7.51,9, are 

*4 = - Lt D = Lt 


m 


CO 




where is the determinant of 2m + 1 rows and columns, whose general 
term is a^.^, with r, s ranging from — m to m; andtj(^^^>, are obtained from 
by adding a final row and column having zero as their common element, 
the other elements of the row being and of the column and in the 
two cases: the suffix 1 or 2 is to be attached to A, D, through¬ 
out. Since are linear combinations of the functions by 9 it 

follows that 


{A,A} = - Lt ~ Lt 

ni 00 


It 


where is the symmetrical determinant obtained from by replacing 
the elements of the last row by a^, or, what is equivalent, is obtained 
from by bordering it by a final row and column, of which the common 
element is zero, and the other elements are a,., Ug respectively. Similarly 


{D, D) = - Lt 

m 

{A, D} = - Lt 

m —►00 


Z2 

X3 


where are obtained from by bordering it by a final row and 

column whose common element is zero, the other elements in the last row 
being $g, and in the last column being, in the one case, 8^, and, in the 
other, a,.. 

Likewise it may be shown that 

{A, A}-{A, D}^I{D, D} = - Lt 

m-^co 

But if is the determinant obtained from by bordering it by two 
final rows and columns, the common elements of which are zero, the other 
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elements being respectively 8^ and a^, 8^, then are 

its minors conjugate to the four terms in the right-hand bottom corner. 
Hence, by a theorem already used in 7.51, 


Consequently D} = - Lt 


14 


m —^00 


The results 12, 13, 14 take slightly simpler forms, as follows, after the 
values of the quantities a,., 8^ given by 7, 8 are inserted: 

(»■ ®) - ® 


A5kT 


471,71, m^a.U2 

{A,A}-{A,Dfl{D, D} 

225kT ,. ( 1 


2 m—►oo 


\n2?n] 






Lt - 


7li772(777i7«,)i 7157712*®^'”’-’“) 


where and s^^Soo denote the r, sth minors of and that is, the 
determinants obtained from and by deleting the row and column 

containing 

On combining these results with those of 8.4, 8.41, it follow's that 

^ Lt . IS 

ZTI f^^co 


= 1 Lt (77io77l7‘j3^^f’ + 7l2„77l2‘jai'i"'l)/'«^oi''’. 


i6 


m^oo 


= Lt 2(wijWl2) ^*^1-100 "I" ^21^2*^— 


m ->«o 


17 


As in the latter part of 7.51, it is possible to prove various theorems 
about the determinants introduced above, as, for example, that is 
positive for all values of m. Again, by taking differences between successive 
approximations, corresponding to consecutive values of m in 11-14, the 
above results can be expressed by series of terms, which in the cases ii, 12,14 
are all positive. On account of the complexity of the results for gas-mixtures, 
however, these results will not be given here. 

8.52. The coefficient of viscosity. As in 8.51, it is assumed that Bj, can 
be expressed in series, of the form 


Bi = 


+ 00 

I 6rbr, 


+ 00 


= I bM\ 


r=3 — 00 


r= — 00 
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with the same coefficients in the two series: the functions are defined in 
the two velocity-domains by the equations 

bf) = 0, (r^OU 

br = (r> 0 ).| .* 

Let the quantities fij. be defined by the equations 

^ + .3 

so that, integrating as in 7.52, 

A = P-\ = Zry Ar = ^ (^7^±1)* .4 

Tig 

Also let = {b^''\ . 5 

Then, by i and 8 .31, 14 , = {B, b^*"*} 

= "2 . 6 

5— — 00 

there being no equation corresponding to r = 0, and no term corresponding 
to 5 = 0 in the other equations. Thus, by methods analogous to those used 
in 7.52, 

{B, B} = - Lt 


Here is the symmetrical determinant, having 2 m rows and columns, 
whose general term is 6 ,.^, and r, s take all values other than zero between 
m and — m; is obtained from by adding a final row and column 
whose common element is zero, and whose other elements are p^ respec¬ 
tively. Thus 8.42,1 becomes 

A = Lt . y 

m-^oo 


or, using the values of the quantities p^. given by 4, 

/4 = pT Lt 

m ^00 

where denotes the minor of conjugate to 


8 
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Chapter 9 

VISCOSITY, THERMAL CONDUCTION, AND DIFFUSION: 

GENERAL EXPRESSIONS 


9.1. TAc eiwZwaitoTt o/ OTirf In order to determine the 

coefl&cients of viscosity, thermal conduction, and diffusion of a gas by the 
methods of the last two chapters, it is necessary first to evaluate 
and {b<'’\bt®J}, and therefore, by 4.4, 12 , 


[<>,<>]!, [br. 


This involves integration over all the variables specifying an encounter 
between pairs of like or unlike molecules; such integration can be completely 
effected only when the nature of the interaction between the molecules is 
specified. As noted in 3.42, the special law of interaction affects only the re¬ 
lation between the deflection (x) of the relative velocity at encounter, and the 
variables g and 6. The integration over the variables other than g and b 
can be performed without a knowledge of the law of interaction, and is 
effected in this chapter. In the next chapter various special laws of inter¬ 
action will be considered, and the corresponding values of the above ex¬ 
pressions will be determined. 


9.2. The encounter relations. Some general encounter relations, certain 
of which have already been given, are grouped here for convenience of 
reference. The velocities c^, Cg of two molecules of masses before 

encounter are given in terms of the variables G, ^21 by the equations 3.41,6, 

or, what is equivalent, 

Cj = G — ■^2^21» ^ 

where, as in 3.41,x, 


= mJmQ , M2 = mJniQ , Wq = + mg, 

so that ^1 + -^2 “ ^ • 

Similar relations connect the velocities after encounter, c[, C 2 , with the 
variables G, gJi. The magnitudes of gfau g '21 are equal, and are denoted by g. 

Let Gq denote the velocity of the mass-centre of the pair of molecules, 
relative to axes moving with the mass-velocity of the gas, so that 


Go= G-Co. 


I 
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Then the peculiar velocities Cj, of the molecules are given by the equations 

Cx = —^2^21> C 2 = Mxg21-> 2 

similar equations give From these it follows that 

+ 3 

and (cf. 5.2,2) ^(^o>g2i) ^ j . 

5 ( 61 , 62 ) ^ 

By analogy with the equations 8 . 31 , 7 , namely 

^1 ^ (ml/2^'T)*Cl. <^2 = (m2/2i*T)i6*2, 5 

we define new variables f' by the equations 

^0 = (Wo/ 2 A’T)i Go, 9 = (mQMxM^l^kT)^f = (m^MxM2l2kT)^ 

, . 6 

so that f — 

From these definitions and 2, 3, 4 it follows that 






7 

8 


5(^0.y ) 9(®,y) 9(Go,g2i) _ (miTn^)* 

0(Ci,C2) a(Go,g2i)'?(C„C2) (2^•T)3■■ 


Also, since the angle between y and y' is the same as that between 

ffoi > ^ o 

=^-cosA'. .10 


Any function of the velocities of two molecules after encounter may be 
transformed into the corresponding function of the velocities before 
encounter by taking x = 0 . 


9.3. Th^ expressions 

-g-i, i'Cifi) -g’alia and , .SCJfi) . 

By 4 . 4 ,4,9 and 3.5,3, [-S'|P»(«’f) 

is equal to 


1 

Ti-l 71^ 



which, by the definition ( 7 . 5 ) of -S'"’!*), is the coefficient of sPt« in the 
expansion of 


1 


— (1 -«)-»(1 -o-i 
1 2 


X e- 5 r'«i’«’,g&d 6 d£dc,dr.* 
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_ s _ t 

where ® ^ Y^t‘ .^ 

Inserting the values in z, we get 

X ^gbdbdedc^dc^, 

or, using 9.2, 8 , 9 , 

(1 - 5 )-* (1 - 1)-' 7t~^ f JJJe- 

Let Je-d«„. .4 

Since any function of '8’i, is transformed into the corresponding function 
of «’i, «’2 by putting y = 0, 

^12(0) = 

Thus the expression 2 is equal to 

(1 -s)-* (1 -<)"* JJJ{^i2(0) - Hiz{x)}sbdbded^. .5 

Similarly, it may be shown that 

.6 

is the coefficient of in the expansion of 

L^„(x)}gbdbdedJ, . 7 

where .8 

9.31. The integrals Hio_(x) and L^i{x)- By 9.2,7 

<61 = (il/J«o + M{f ). {M\<3^ + M{g) 

= + + .X 

andsimUarly <6'i‘= + 2 

Hence 

^2 +y2 + s<6[^ + rff| = ti2 + Hi9^ + 2(i»f 1 M^)* {r99„.y - ■?')’ 

where 2 j 2 = 1+ 3/^5 + iV/ 2 r = (1 — ilf 2 *“'.^^i 0 /{l ■“®) (^ ~^)>\ ^ 

121 = 1 +2 s + 3/1 r. 

Let v = ^o + ~ (ry - sf), .4 

ll2 
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so that a change of variable from to t? is equivalent to a change of origin 
in the ^Q-space. Then we may show that 

4- = ^12^2 4- Hi f- - {Tf-sf).{Tf-8f^) 

or, using 9.2,io + + + = h2^^4-ji2^^ . 5 

where J 12 = 4i-(-^i-^2/h2)('S^4-^^”25rcosx) 

. , ^ , lif ^ M^M^(s^ + t^-2stcobx) 

(14- 5 ) (1 + r) — 2J/i M 2 st( 1 — cos x) 

~ \ + M^s+M2T 

= (1 — 2 JI /1 JI/2S^(1 — COSX)}/(l —M 26 — M-^t) .6 

by 3 and 9 . 3 , 3 . 

Again, writing Vy^ = (^iIHz) +f\\ 

»2 = i^2lh2) i^9 - «?') -9’) .’ 

we have, by 4 and 9 . 2 , 7 , = M\v — M\Vy ^, 

■g’2 = .* 

Hence 

^ 1*^2 = (-^iilf 2 )*^^“^*(-^ 2^1 + '^ 1 ^ 2 ) + (*^l-^ 2 )*^l-^ 2 > .9 

= M^v^-2(My^M2Yv .Vy^ + M2v\, 

= M2V^ — 2(My^M^^v.V2 + M-^v\, 

and so 

= My^M 2 4- v\M\v% 4 - M\v\) 4- 4ilf 1 2 (^ • '*^ 1 ) • *^ 2 ) 

+ My^M 2 v\vl-\-odd powers oft?. 

(^ 1 .^ 2 )^ = My^M2V^ + 2My^M2V^Vi.V2-h{v .{M2V^-\-My^V2)}^ 

4 - My^ -^ 2(^1 ■ ^ 2 )^ 4- odd powers of t?. 

Thus, using 1.32,9, 1.42,2, and the theorem of 1.421, we may write 9.3,8 in 
the form 

= 4 n-Af 1 M 2 J 4- t?i. t?2 4- (Vi. tJj)* - J vj v|} t 7 *dt; 

= 7rL¥ijl/2e->ia»*2f2^{|4-.t?2 4-if2(t?i .I?2)^-JifjvfrI}. 


xo 
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9.32] 


Again, by 9. 

= 477'(Af 12 )* J + v^ .v^)v^dv 

= 7r*(AfiAf2)*e-'>2‘'"if2*(t + h2*’i-«2)- .** 

It remains to evaluate . t ?2 and v\v\. From 7 , using 3 and 6 and 9.2,io, we 

find 


»l-®2 

= (Tf - sf’). (ry- sy') + (M^^' -M^f). (ry - 

= (Mj,MJi'i2)f{s^ + T^-2sTcosx) 

= if lilt) {iti -jit - (M2 s + Afi r) + (A/, 5 + Af2 r) cos y - ti2 cos y} 

= (fliit)i^-ji 2 -^^^x)- " 

Again, (f 1 aW2)^ = 

and since yVy = -y a?', y Ay = 0 = yVy', we find 

f 1 Af 2 = { - (^i^tliit) sr + (1 - Ml«/i'i2) (1 - M2r/ii2)}y a y' 

= {ti 2 -MiS + M 2 r)yAy 7 ii 2 
= (^Ay')/ii 2 , 

by 3. Hence, since the magnitude of y a y' is y^ sin x, 

i^i’^2-(*’i-^2)^ = {yV»i2)sin*X- *3 

By using 12,13 in 10, n, we find 

Hi 2 (x)= 7r*(MiM2)*e-’.2»=ti-2i{| + (l-ji 2 -cosx)y 2 }, ,4 

Liiix) = §7r*MiM2e-h2»^-i-2i[V- + 5(l-ji2-cosx)y2 

+ {(1 - ji2 - cos x)2 - ^ sin2 x} ?‘].*5 


9 . 32 . Hi2{x) •^'i2(x) By 9.31,3,6,14, 

(1 - s)-* (1 - <)“* (Ml M 2)-‘ TT-* Hi2(x) 

= e-hi 1 - Mj « - Ml t)-* (I + (1 -ii2 - cos x) ?=“} 

= e-<i\ 1 - Af 2S - Mi <)-5 {| + ( 1 - ji2 - cos x) 2 ( 1 -jitYf'!^ * 

= e-'^l - Af2® - Mi<)“* 5 ! (>■ +1 cos x) (1 -JitYf^!'^ '■ 

(2M, M2S<(1 - cos x) - MjS - M^Q'] 

- M,s- M^tY+^ 


= ^ (»• +1 - cos x) 
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Using the binomial theorem we can expand the right-hand side in a series 
of powers of s and t. Since appear only in the combinations M^t, 

the coefficient of in this series has M^M\ as a factor, but is otherwise 
independent of M-^, It is in general a polynomial in and cos x, of 
degree p + in and of degree in cos x equal to the lesser of p +1 and 
$+1. Thus, on expanding, i becomes 

P,Q,r,l 

. . 

where is a pure number, independent of and M2 . 

Similarly 

K 1 - (1 - L,,(x) 

= — M 2 S — 

X [“- + 5 { 1 -ji2 - cos x)y*® + {(1 -ji2 - COS X')“ - i sin* x}y^] 

= e-o\\- M - M ^t)-i 

X 2 {(»■+1) ('•+!)- 2(»-+1) f cos X+(I cos* a: - i)y*} (1 -jizYf^h '! 

r 

= e-o*2[{(»■ +f) (>- + f)-{2r + 5)y*cosx+i(3cos*x - l)y*} 

r 

X { 2 M^M 28 t(\~cos x) — — M 28 --M^ty-^^rY]. 

On expanding this in powers of Syt, the coefficient of s'^tf^ is found to be 

multiplied by a polynomial in and cosx, of degree p + g + 2 
in and of degree in cos x equal to the lesser of p -I- 2 and g -f- 2. Thus 

i (1 - 8 )-^ (1-0-^ (^1 M 2 )-^ 7r-» L^ 2 {X) 

= e-i»* 2 ; .3 

P. 9. r,! 

where is a pure number, independent of and ilf g. 

9 . 33 . The evaluation of 

By 9.3, [«,<^>(«’!) . -S(*>(«’*) 

is the coefficient of in the expansion of 9.3,s, that is, of 

(f - ■»)“* (1 - <)“' - Hj^^{x)}gbdbdedf. 

Hence, using 9.32,2, 

[«,<»>(«’*) 

= 7r-»JI/f+*iJ/^+» - cos' x)gbdbded 9 . 

rj 
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General Expressions 


The integrand here is independent of e and of the direction of thus, 
integrating over all values of e and all directions of f, we find that 


on 


= 87TW?+*Jlfr* x)gbdbdf 

r,l 


= Je-o^ 2 

r.l 

r,l 


I 


where defined by the equations 

^12 = J(1 - oos‘x)gbdb, 

so that = 0, i2^Mr) > 0 if i > 0. 


Similarly, by 9.32,3 and 9.3,6-8, 

[S^pWi) 

= §7r-*J!ff+W?+^ Bp^if ^(1-cos'x)gbdbded^ 

r,l 

= ^7r‘i¥f+iJl/^+* /Je-"" 2 - cos’x)gbdbdf 

r.l 

= Jkfr' 2 .4 


To obtain explicit expressions for 

[S,<P>(«1) «’2]i2 and [5^'(“if!) -g’>2]i2 

we need the actual values of the coefficients and which appear 
in 9.32,z,3. Using the expansions 

{2Jl/ii¥25<(l - cos x)-^ 2 ^- 

>=o 

1=0 


and 
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9.32,1 may be put in the form 

(1 - 5 )-« (1 - 0 "* {MiM2)-^7T-^Hiz{x) 

X { 2 Mj^M^st( 1 — cos x)Y~^ 


[9.33 


= e-0‘ y 


(-!)>• (r + Z + IMi + Z)! 

X {M{2{l - cos x)Y~^ 


the summation being over all values of r and Z, and over values of j and m 
such that j^r and m + L Comparing this with 9.32,2, we see that 


V d _ v(-l)’(i’ + ?+i-»’ + fW+y-2r(l> + ?+2i-2r)! 

6 ^ ‘ ^ 6 j ! (r-j) l(p + q+j- 2 r) ! {q +j -r)\(p +j -r) ! 

X (r + i cos x) ^^{ 2(1 - cos x)Y~K .6 

the summation being over all values of r and j such that j^r^q+j and 
2r^p-{-q+j. From this relation the values of the coefficients can be 
obtained. 

Similarly we find that 


3(1 _^)-i (1 (M^M^r^n-^L^^(x) 

= e-»' J. 9^{(r + l)(r+ ^)-2f\r +cos x + f*{.\ cos* a: - i)} 

rj,l 

X (-!)>■ (il/jS + Mity+‘ {2M^ M^st{ 1 - cos x)}’-'' (r + Z + ^),lj ! (r -j )! I ! 
= c-o" 2 f'^{(^ + %)(r + \)- 2f{r + 1) cos X +?\^ cos* x - i)} 

X ( - 1)' (JV/j{2( 1 - cos x)}* .-^ ■ 


j'ir-jy.Um'.a+i-my.’ 

the limits of summation being as before. Comparing this with 4, we get 
2 Bpqri?'^ cos' X = lA +1) {»■ +1) - 2?=‘(r +1) cos a;+^<(| cos* x - J)} 

V r_ Iu-/ 9 n _ .n.\,nr-J (P + 9+J- r + 1) (p + q + 2j-2r)\ 

^ 3 '(r-j)\(p + q+j- 2 r)\{q +3 -r) \(p+j - rfl ’ 


the summation being over the same values of r and as in 6. From this the 
value of the coefficients can be obtained. 

Expressions for 


in terms of the functions are given in 9.6 for some special values of 

p and q. 
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9 . 4 ] 

9 . 4 . The evaluation of 


and [S(^l) S{^1) 


The methods here required are similar to those of 9.3-9.33, so that only the 
main steps will be indicated. 


The expression 




12 


is equal to the coefficient of in the expansion of 

(1 -5)-^ (!-/)“• 7t~^ JJJ{i/i(0) - Hi{x)}gbdbded^ 
in powers of a and t: where 

^i(x) = 

and s and r are defined by 9.3,3. 

The expression 

is likewise equal to the coefficient of in the expansion of 

(1 - s)-« V 1 - 0 ”^ JJJ - Ly(x)} 8 ,^dbdedf, 


where 


Using relations analogous to 9.31, 1 , 2 , we find that 


+ + = H^l + H9^-2{M^M^)Hs'Sa.9' + T^o-9)^ 

where H= 1 + ^i(s + r)> H= ^ + ^)- 

Hence 3, s can be evaluated by making the substitution 

t> = + ^ 9 ) 1 ^- 


Integrating as in 9.31, we find 

Hi(x) = 2r*2l<e-fi»“[fMi + {3/,(l-ji) + il/2Cosy}?2], . 7 

Li(y) = §7r>t7‘e-fi‘'W--‘’^^i + 5Jl'/i{i>/i(l-ji) + 3/2COsx}?^ 

+ {Mi(l - ji) + M 2 cos xP- lMlf*sin^ x].8 

where = i2-(il/iM2/h)(s2 + r2+2.srcosx). .9 


By 6, 9 and 9.3,3, 



t 




1 — M 2 ^^ + 0 — -^^ 1 ) 


10 
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= 1 + iMzi-s + T) - Ml M^is^ + r2 + 252’ cos x)/{l + 4- r)} 

= {(1 + 5) (1 + r) - 52 '( 3 /f -f Ml + cos x)}/{l + Mi{s + r)} 

= {1 -st{Ml-\- Ml-\-2MiM2Cosx)}l{'^~M2{s-{-t)-\-(M2 — Mi)3t}, 

.II 

so that Li(x) can be expressed as functions of s, t. If the expansion of 

(1 — 5 )“^ (1 —i)~^ Mi(x) in powers of 5 and t is expressed in the form 

e’^^-EAp^i sP cos' X, .la 

then . ,3 

r,l 

which is analogous to 9.33,r. 

Likewise the value of 4 may be derived from the coefficient of in the 
expansion of (1 — 5 )“* (1 — Expressions for i and 4 in terms 

of the functions are given in 9.6 for special values of p and q. 

9.5. The evaluation of 

[Si^D^i, S{^j)<^i]i and 

It is clear from 4.4,ii that can be derived from 

by taking wig equal to and adopting the law of interaction between pairs 
of molecules of the first gas instead of the law for the interaction of pairs of 
unlike molecules. The effect of these changes is that in every result Mi, M 2 
must each be replaced by 1 / 2 , and 0 ^l{r) must be replaced by the similar 
integral relating to the encounter of pairs of molecules of the first gas. 

On putting Mi = J/g = i, the expression 9 . 31,14 for becomes 

identical with the expression 9.4,7 for except that cosx has the 

opposite sign (cf. 9.31,6 and 9.4,9). This implies that the coefficient of 
in the expansion 9.33,i is ( — 1)' times that in the expansion 9 . 4 , 13 . 

+ [s,<*'>(«!) <ig„ 

is equal to the expression derived from 9^i, ^ 2 li 2 hy 

suppressing those terms involving ^i§(r) for odd values of I and doubling 
the remaining terms. Hence involves only 

expressions for even values of L 

The value of [S^^\9fl)9^ii^iy is similarly derived froi“ 


II 






9 .6] General Expressions 161 

Expressions for 

in terms of the expressions Q^{r) are given in 9.6 for certain special values 
of p, g* 

9.6. Table of formulae. The following special cases of the results of 9.33, 
9.4, 9.5 are tabulated for convenience of reference: 

[«’l, «’2]l2 = - I 

= 8(J»/fJlf,)‘{i3il)(2)-fi3a)(l)}, a 

[5,«>(«!) «’i, ^2]i2 = -8{M,M,)i 

X - 5i2ii>(2) +S3im - 2 ng>( 2 )), .3 

[«’l,«’l]l2= 4 

[^1, -S,'TO«’i]i2 = 5 

[S,<»(«1) «’i, ^ili2 = >iM,{i(6Mj + 5Ml)nii>(l}-5Minil>(2) 

+ MiniiH3) + 23I^M^S2il\2)}, .6 

, si«W!) «’i]i = 0. 7 

The last result also follows directly from 4.4,8, by the principle of con¬ 
servation of momentum. Again, 

[S,'»(«!) , Si^Wx) «’i]i = 4f2<«(2), 8 

[«,<»(«’!) «’i, SfW!) '(2) - 2i2f>(3), .9 

[S,«)(«’!) «’i. -SfW?) = ^’-^3^2) - 7f3r(3) +f3r(4), 

[S,«>(«!)= V-i2r(2)-fl3f>(3) + if3®(4), 

[S,®(«’5) ^1, -Sf («’?) = W^f’(2) - + ¥^^(4) - i^r(5), 

.12 

[S,»'(«’?) , Sf («’?) «’i]i = '(2) -)(3) + 

+ Jjf3 ^(6)-h i.Q <«(4).13 

«’>2]i2 = -\‘-M,M,{5n&(l)-ii?ir(2)}, 14 

[^-X, -g’X]x2 = i^M,{5M,nil>(l) + iM,ng>(2)), IS 

[«’X. «’X]i = 4i3r(2), >6 

, ’g'Vili = 7-0®(2) - 2f2®(3), 17 

[Si”(<<ff) “^X]! = w-or{2)-7f2n3)+or(4).*8 
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iSi^Wi) «’>i] = - ^.Ql»(3) 

+ %«-13r(4) - il3r(5). 

[*Sf = ^|iF^P'(2) - ^^r(3) 

+ - |12i^'(5) + i>el3P>(6) + il3i«(4). 
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9.7. Viscosity and thermal conduction in a simple gas. In the case of a 
simple gas the elements of the determinants s/, of 7.51 are defined 
as equal to that is, by 7.51,2, to S 9^], Hence 

9.6, 8-13 give the values of a„ for values of r, s from 1 to 3. Similarly equa¬ 
tions 9 . 6 , 16-21 give the values of the elements of 7.52,3 for the same range 
of values of r, s (cf. 7.52,2). 

In 7 . 51 , 13 , 7.52,7 the coefficients A and are expressed as infinite series. 
By taking one, two, ... terms of this series we obtain first, second, ... 
approximations to A or /i. These will be denoted by [AJ^, [AJg,... or 
[aJi* [/*] 2 ) SO that, for example. 




25c„kT 


4a 


11 


[AL = ^^-c,kT(^ 

\“ll 


+ 




Similar notation will be used for successive approximations to Dy, A, 
fi and ky for a mixture. The first non-vanishing approximations are obtained 
by deleting the limit sign in such expressions as 8 . 51 , 15-17 and 8.52,8, and 
giving to m the value 0 in 8.51,1$, and 1 in the other cases. Similarly for 
the ratio f of 6 . 3 , 3 , so that we write [fjj = [A]j/Cj.[/i]i. 

This manner of indicating successive approximations differs from that 
used for the velocity-distribution function/, the successive approximations 
to which are/(®\/<®^-f-/^^\ ...; but there is no reason why a similar notation 
should be employed. All the quantities A, fi, f, k^ depend on the 

second approximation to /, and approximations to them are really sub¬ 
approximations related to phenomena depending on-|-/*^^ 

From 9 . 6 , 8,16 it follows that 


[A]i = 25c,^•T/16i2<2)(2), [p], = 5^•T/8i?<«(2). . 1 

Thus, whatever the nature of the interaction between molecules, 

Wi = fCrMl* .a 

This shows that the first approximation [f]j to the ratio A/z^c^ is f for all 
spherically symmetrical non-rotating molecules. 
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In considering the second approximations [A] 2 and [/(jg we make use of the 
results 9 . 6 , 8,16 and 9 , 17 , 10 , 18 , giving 


we thus find 


^11 “ ^12 ” ^12 » ^22 ~ ® 22 ‘i'§T®ll» 


the sign of equality corresponds to the case when = ^12 = 0. Thus 

[A]2 ^ f Cy[/f]2 . 

No similar result valid for all degrees of approximation lias been obtained; 
but numerical calculations for special molecular models suggest that the 
ratio A/Cp/i increases as successive degrees of approximation are taken into 
account, and that the limit is only slightly greater than |. 


9,8. The determinant elements a„, for a gas-mixture; | r | ^ 1,1 s 1 ^ 1. 
The expressions for the elements a,.^, of the determinants 
discussed in 8.51 and 8.52 are simpler than those for the general complete 
integral {F, G} of 4.4,i2, by reason of the conditions 8.51,4, 8.52,2. Thus 

= {a<-\ a(»>} = [a^, ai^\^-\-n,^[a{^\ 

= a;5 + ni2<5 (r,s>0}, .i 

Ors = [«2''^ a^'*^]l2 + ^2l[«2'■^ «2**]2 

= {'’» .* 

“ra = [«^'■^ « 2 "’]l 2 = (r > 0 > s), .3 

and similarly for 6,.^. As the quantities a‘''^ b'''> do not involve the number- 
densities if r is different from zero, these appear in the expressions for 
a b only as shown explicitly in the above equations, when r, $ differ 

from zero. 

The values adopted for a^. ( 8 . 51 , 3 ) lead to specially simple forms of 

aos' ®y principle of momentum it follows from 4.4,8 that [*^,F]i = 0, 
Jj’jjj = 0, whatever the function F. Thus, if 5 > 0, 

aoa = «i^’]i2* 


Again, from 4.4, 10 , [WiCi-HWgCa, F]i 2 — 6 , so that 

7n\[W^. F]i 2 = -mU‘^2>^]i2- 


Hence, 




PiPz 


( _L^ + JnL) a = mi [^1, a <»>] 

\WiWi n^m^} 


12 
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Similarly, if 5 < 0 , ® 2 *^]i 2 ; 

likewise, if 5 = 0 , applying the same method a second time, 

«oo = ar+«i®^]i 2 

= — (Wj wig)* [^ 1 , ^2]i2* 

Now, by 9. 6 , 4 , 6 , 8 , 

®oo ~ 8wiQ-3fj 

«n = + 5Ml)Dil\ 1) - J/i{5i2iJ>(2) -i3jj>(3)} + 2 M^M^ Qlf(2)l 

«u = 4i3<2)(2), 

whence, by i, we know a^; similarly for using a. 

Again, aoi = - 8m{Af|{f2iJ>(2) 

ao_x = 8wi*Aff(I?<|>(2)-|i2<J>(l)}, 

Let four constants a, b, c, e be defined by the equations 


A ^ D<f(2)l5Dl^{ll B ^ {5DilK2)-Dll\S)}l5D{V(lh c m 2Qg\2)l5Dg\l), 

.7 

E = kT/SM^M^^iWl), 8 

so that A,B,c, depending on ratios of the functions Q ( 9 . 33 , 3 ), are pure 
numbers. Then 

Oqq = wiqA;T/e, Q 

«oi = -5(c-l)mJil/2A:T/2i¥*E, lo 

«o-i “ o(c-l)m^MikTj2M^B, n 

®i-i = -5 (A/iA/2)*A:T(^^--b-2a)/e, la 



5kT{i{6Ml + 5A/|) - J»/|b + 2Afi Af ^ A}/ilfiE, 



and similarly for Again, if [/iiJi denotes the first approximation to the 
coefficient of viscosity of the first component gas of the mixture at the 
temperature T, by 9.7,i 

all = 5kT/2[/i,]^ .X4 


with a similar expression for in terms of [y^iv 

The values of 6 ii, 6 i_i and 6 _i_i may likewise be deduced from 9.6, 14 , 15 , 16 , 
using the definition of 6 „ given in 8.52. It is found that 



-J^AfiA/2{5i3**>{l)-f.Q(|)(2)} 

-5kT(^-A)lE, 
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= 5kT(^-\-M^AlM^)lE, i6 

bh = 

= 5A:T/2[>i]i, 17 


with similar results for 

These expressions for the quantities , 6„ give first approximations to the 
coefficients of viscosity, thermal conduction, and diffusion in a gas-mixture. 


9.81. The coefficient of diffusion second approximations 

[i^i 2 ]i* second approximations to written [-Digli, 

rn 1 are obtained (cf. 9.7) by deleting the limit sign in 8 . 51 , 15 , and putting 
^ = 0 or m = 1. Thus 

[Z>i2]i = 3kTI2naQQ = 3E/2nmo. .i 


The second approximation, [Dizlz* is obtained by multiplying [/)i 2 ]i 

factor 1*®* 


a 


00 


a 


11 


a 


1-1 






®01 ®00 ®0-l 


U_ll U-10 


so that 


[^12]2 ~ [^12]l/(l ~ 


where 

Using the values of the quantities a„ given in 9.8, the value of a is found 
to be 


A = 5(c-1)2 


^ 1^12 ^2^21 ^12 

QlWi2 + Q2»i21 + Ql2 


where 


Pi = ilf!E/[/*i]i, Pa = Ml E/Oaln .5 

P12 = + .6 


Qi 2 = 3(Jlfi - (5 - 4 b) -h 4il/i ilf 2 A( 11 - 4b) -t- 2E2ilf ^ il/2/l>i]i Wi* 


Qi = (i»fiE/|>i]i)(6M|-H5M2-4ilffB + 83/iil/2A), 


7 

8 


with a similar relation for Qg. 

The general expression for the third approximation to Z>i 2 is extremely 
complicated, and will not be considered here. 
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9.82. The thermal conductivity for a gas-mixture ; first approximation [AJ^. 
The value of the coefficient of thermal conduction for a gas-mixture was 
found in 8 .51 ,17 to be 

m—>00 


The first approximation to A (cf. 9.7) is thus 


[A]i — 1—1 ^{rn^m^ i + ^ 2 i^ 2 ^®ii)/(®ii®— 1 —i i)* 

The values of cti-i have already been found in 9 . 8 , 12-14 in terms of 

[/^ 2 ]i> convenient here to express these quantities in 

terms of f, [AJj and [Agli,...» where 



and [AiJi, [AgJi are the first approximations to the coefficients of thermal 
conduction of the constituent gases in the mixture at the temperature T, so 
that, by 9 . 7 , 2 , 



~ 2 (^»)i 





where (c,,)i denotes the specific heat of the first gas. In terms of F, [AjJ^ 
and [Agli, the equations for ai_i, al^ become 

= -{15k^TISmo) 2(ilfiil/2)MV--B-2A)/F, 
aJi = (75ifc2T/8Wo)2{J{6i¥f-f5Jl/i)-Jl/|B-f-2Jlfiil/2A}/JfiF, 

a"i = (75^2r/8mo)(l/3/i[Ai]i), 

similar equations giving On substituting these values of a„ in 

the above equation for [A]i for the mixture, we obtain 

= Ri[A^]i ^2[^2]i^ 21 ~hRl2 ^ 

R j 71 j2 ~f“ R 2 ^21 ”1” ^12 

where 


r, 2 = 3(A/i-3/2)2(5-4B)-f4J/ijl/oA(ll-4B)-h2F2/[Ai]i[A2]i, .3 

r;^ ^ 2 f{f/[A J, + F/[A^li + (11 - 4 b - 8a) Jl/jilf .4 

Rj = F( 6 Jl/|-|- 5 A/f—4J/5B-i-8Jl/ijl/2A)/[Ai]j, .5 

with a similar formula for R 2 . 

On putting or 712 equal to zero, this first approximation to A reduces, as 
it should, to the first approximation to the conductivity of a simple gas. 
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9 83 The thermal diffusion ratio; first approximation By 8,51,i6and 
9.7 this is given by 

[kr]i = 2 

Thus, using the values of a„ given in 9.8, we find that 


[kj.]i = 5(c-l) 


®2^2o) 

Ql?il2-HQ2W21 + Ql2* 



where Qi,Q 2 »Qi 2 quantities defined in 9.81, and 

Sj = - ^i{3(i/i - M^) + iM^A}\ 


9 84. The coefficient of viscosity for a gas-mixture; first approximation 
By 8.52,8 and 9.7 this is given by 

[/*]l “ "t" ^21^11 ~ .* 

Hence, using the values of found in 9.8, the first approximation can be 
put in the form 

71, + 712,(! + + E/2[//,]^ + E/2[ /42]i + 2(j-"A) 

.2 

On putting = 0 or Tig = 0, this expression reduces to the first approxi¬ 
mation to p for the corresponding simple gas. 
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Chapter 10 

VISCOSITY. THERMAL CONDUCTION. AND 
DIFFUSION: THEORETICAL FORMULAE 
FOR SPECIAL MOLECULAR MODELS 

10.1. The functions Q{r), The expressions derived in Chapter 9 apply 

to any type of spherically symmetrical molecule possessing only energy of 
translation, but they involve the functions of 9.33,3, which can be 

evaluated only when the law of interaction between molecules is known. 
These functions will now be determined for certain special molecular models. 

Rigid elastic spherical molecules 

10.2, An encounter between two rigid elastic spherical molecules of 

diameters cTj, 0*2 occurs only if 6 < 0 * 12 , where 0-^2 = ^ 2 )- At an encounter 

by 3.44,2, 

b = 0-12 cos ixy 

independent of the relative velocity g. Hence 

bdb = -i(rl2smxdxy 

and so, by the definition of ^ 5.2 given in 9.33,2, 

^ (l-cos'y)g6d6 
= ^^^12 1 - cos^x) sin xdx 

On substituting in 9.33,3, and expressing g in terms of ^ by 9.2,6, the value 
of is found to be 

W - ^<ri.[2-( IH- (- W](^j‘ + 1,!. . 

If in this equation cr^, are put equal to o-„ the value o{I3^(r) is found- 

this is 

mr) - +(- in](^)‘(,+,),.. 
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10.21. Viscosiiy and coTiduciion for a simple gas. These results will first 
be used to transform the formulae of 9.7 for A, fi. The first approximations 
[/tjj and [A]i are given by 

5^{kmT) ... . 75 


Ml = 


16 TT^Or^ 


[A]i = foil c„ = 


64(72 \ nm 


Later approximations to A and /i are obtained by multiplying the above 
values by successive partial sums of the respective series 

1 + + 6h(^33>)2/^2)^3) ^ .^ 

1 + .3 

(cf. 7.51»*3» 7.62,7). In the present case each terra of these series is a pure 
number, since the factor \j(r^ yj(kTlm) occurs in each element of the deter¬ 
minants s/y ^y and so cancels throughout. 

From 9 . 6 , 8 - 13 , using the above expression for it is easy to deduce 

that 


ai2 = “ ®22 — M^ii* 

6jj = — ^22 = ^13 “ ” ^^1X> ^23 = “ 

Hence the first three terms in the above series are 


®13 = 


_ 1 


3V*11» ^23 “ 


103^ 

mbiu 



5657^ 

1024^11> 



— 11_8 8 9A 
“ 1014^11' 



1 (111)'' 
^"*■ 44 *^ 88 X 66951 


1-I-0*02273-f 0-00209 


3 (347)2 

^■*'^‘^808x 145043 


1 + 0*01485 4-0*00103. 


The fourth terms of these series have also been calculated,* though the 
results necessary for the calculation are not given in 9.6; these terms are 

0*00031, 0*00012, 

so that, to the fourth degree of approximation, the expressions for A, fi are 


[A ]4 = 1*02513[A]i, = l*01600|>]i, . 4 

while W4 = 2 * 522 [/i] 4 Cp. .5 


The convergence of the above approximations is so rapid that these values 
may be taken as correct to within one-tenth of 1 per cent. 

10.22. Oas-mixtures; [D^^^y [Diglg, [A]i, [ky]i, [>]i. The results for gas- 
mixtures, found in 9.81-9.84, can be completed in the present case by 

* A numerical error in this part of Chapman’s calculations was corrected by 
Burnett, Proc. Lend. Math. Soc. 39, 385, 1935. 
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means of 10.21,i, from which the following values of A, B, c and E are 


obtained: 


A = 2/5, B = 3/5, c = 6/5, 


• « B 


..z 



2/jTmoy 1 



Molecules that are centres of force 

10.3. Another important simple molecular model is a point-centre of 
repulsive force, such that the force P between two molecules of masses 
mi, mg at a distance r satisfies the relation 

P = ^ 12 /^*'* .I 

Let the position-vectors of the two molecules at the time i be fi, then 
the position-vector r^i of the second relative to the first is The 

equations of motion of the two molecules are 

mifi = -P, wigi'a = P- 

Hence m^m^r 21 = + = m^P , 

so that the motion of mg relative to is the same as the motion of a particle 
of unit mass about a fixed centre of force of magnitude 


(mo/mim2)/Ci2r-*' 

at the distance r. If polar coordinates r, 6 be taken in the plane of the orbit, 
the equations of angular momentum and of energy for such a particle 

have the forms 

r^O = constant = go, .a 


i(r 2 + r 2 ^) 2 )-|- 7 rto/Ci 2 /wiim 2 (v-l)r^-^ = constant = 


where g and 6 have the same meaning as in 3.41, 3.42. 

By eliminating the time between the equations 2 and 3 , we get the differ 
ential equation of the orbit, 




2 


?7?oAri2 


/ 


7nim2{v^ 1 ) 




which has the integral 


n- 2 mo/Ci 2 r^-^ 

Jr \b^ - 1)g^b^l 

if 6 is measured from an axis parallel to the initial asymptote of the orbit 
In terms of two pure numbers o, o© defined by 


V = bjr, Vq = 


5 
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the integral may be expressed in the form 





2 
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The apse of the orbit is given by drjdO = 0 or dojdS = 0, that is, by 


, 2 / vV-'^ 

-— - = 0 . 


If > 1, as is the case in practice, the left-hand side of 6 is a steadily decreasing 
function of u for positive values of u\ accordingly 6 has only one real positive 
root, which we denote by The angle between the asymptotes of the 
orbit is twice the value of 6 corresponding to i; = i^oo- Sin<5e the angle x 
the supplement of this angle, 




dv\ 


hence x depends only on v and the non-dimensional quantity Vq. 
The integral of 9.33,2 can now be transformed as follows: 


where 


(/) _ 




00 

(1 —cos^x)sl^db 


0 




v~~i rao 

j'-l 


g 



(l-cos^X)i^odoo 






8 

9 


so that is a pure number depending only on I and v. Hence is the 

5 

product of g**-! and a factor which depends only on I and the molecular 
constants wig* ^12 s-nd 

The integrals of 9.33,3 can in the present case be expressed in terms 

of gamma-functions, for (cf. 9.2,6) 


^lir) 



00 




I'—O 


7tK4i(v) Afjg ^(2^‘T) 


,2<v~l) (*ao 







df 


‘(2Arp-»r(r + 2 - ^) 


2{3/i.¥2jno)* 


10 
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The corresponding expression for Qf(r) is obtained from xo by putting 

Ml = M 2 == /<i2 — ^ 1 - 

From lo and 9. 8 , 7,8 the following are found to be the special forms of 
A, B, c, E appropriate for molecules which interact in accordance with 1 : 


Sv-5 A2 {i') 1) 2(3j/-5) 

^ 5(r-l)2 ’ SCv-l)’ 



IZ 


12 


The numbers a, b and c thus depend only on v. 

The constants ^,( 1 ^) have to be evaluated by quadrature.* The following 

table contains values of ^ 2 (^) several values of v, and also some 

values of A: ^ 

Table 3 


V 

Ai{y) 


A 

5 

0-422 

0-436 

0-517 

7 

0-385 

0-357 

0-493 

9 

0-382 

0-332 

0-478 

11 

0-383 

0-319 

0-465 

15 

0-393 

0-309 

0-450 

21 


0-307 


25 


0-306 

— 

00 

0-5 

0-333 

0-4 


Rigid elastic spherical molecules may be regarded as a limiting case of 
the present model, corresponding to r = 00 ; the force vanishes if rxr^^ 
and becomes infinite at r = o'i 2 > These conditions are satisfied if 

Poc Lt (o-iJry- 


10.31. Viscosity and conduction for a simple gas. The first approximations 
to A and y for this model are given by 


_2 

[pt]i = 5(kmTl7T)H2kTlK)^- 






Both [A]i and [/ 4 ]i are proportional to T®, where 



1 2 


* -4i(5), ^ 2 ( 5 ) were calculated by Maxwell {Collected Papers^ 2, 42), and by Aichi 
and Tanakadate (see Enskog, Archiv.f. Math. Ast. och Phys. 16, 36, 1921); .4i(v) and 
^^(r) were given by Chapman {Manchester Lit. and Phil. Soc. Memoirs, 66, 1, 1922) 
for V = 6. 7, 9, 11, 15; .4*(21) and ^^£(25) were found by (Lennard-)Jones (Proc. Roy. 
Soc. A, 106, 421, 1924) and ^i(9) and a^{9) by Hass6 and Cook {Proc. Roy. Soc. A, 
125, 196, 1929). The values given in the text are those of Chapman and (Lennard-) 
Jones. 
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The limiting value of the index 5 as tends to infinity is the value already 
found for rigid elastic spherical molecules. For smaller values of v the index 
is larger, becoming equal to unity when v = 5. 

The exact values of A and /i are obtained as in 10.21 by multiplying the 
above first approximations by the series 10 . 21 , 2 , 3 . The sums of these series 
are pure numbers; by an argument similar to that used in 10.21, it may be 
shown that they depend neither on the temperature of the gas nor on the 
force-constant of the molecular fields, but only on the force-index The 
second terms of these series can be determined, using the result 

which is an immediate consequence of 10.3, 10 ; Substituting in the equations 
of 9.6, we get 

«12 =“22 = + 

t /I 1 t /205 1 1 

+ 

This leads to the second approximations 

Ms = Mi{ 1 + 2 (._|)(i 01 j!- 113 ) 1 ' .“ 

w.-w.(--^ 4(,-'r)7Mr-i3) r 

which are identical with the first when v = 5; for values of v between 5 and 
infinity, the numerical multipliers of [ji\ and [A]i lie between unity and the 
values found above for rigid elastic spherical molecules. The ratio A//4C„ 
also lies between 2*5 and the value 2*522 appropriate to elastic spheres. 

10.32. Maxwellian molecules. When v — 5 the formulae of 10.3, 10.31 
become specially simple. The simplicity of this case was first perceived by 
Maxwell*, who found that it was possible to develop the theory for a gas 
whose molecules are centres of force repelling proportionately to r~^, 
without determining the velocity-distribution function /, For these 
"Maxwellian” molecules, by 10.3,5, 

gbdb = .^ 


* Maxwell, Collected Papers^ 2, 1. 
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so that the element gbdb does not depend on g, but only on Uq. The 
integrals of 9.3-9.5 accordingly take simpler forms: thus, for example, from 

9.31,14, 

n^i2ix) 9^ gl>dbdf 

= iie-Uz<>W+(\-ji^-cosx)f)fvodvadf 

\n^o/ 


= |W—J(H2ji2)~® (1 -cosx)i'odyo. 

\^^o/ 


and so, by 9.31,3,6, 

(l-s)-^(i-t)-^7T-^Ui{H^2W-Hi^(x)}gbdbd€df 


= _ J{1 - 2MiM2St{ 1 - cosx)}"^ (1 - cos x) ^odv^ 


Now the coefficient of in this expression is equal to 


this accordingly vanishes unless p = Similarly from 9.5 

unless p = q- An analogous argument shows that the same is true for 

Using these results, and the known values of a,., the sets of equations 
7.51,6, 7.52,5 reduce to 

UjUll = ^ 1 , <^2*^22 “ ®3®33 “ **•* 

61611 = Pi , 62622 = ^ 3^33 “ 

so that ail the coefficients a,., 6,. vanish, save Ui, 61. The formulae for A, 
therefore reduce to the first approximations given in 10.31, i.e. 



1 I2m'^ kT 

3^'* K ) .42(^)’ 


A = |/^c„. 



It may similarly be proved that all the quantities 6„ of 8.51, 8.52 
vanish unless r — s or t ~ s, and hence that in the series 8.51,1,2, 8.52,i 
all the coefficients d,., bj. vanish save Ui, a_i, ^q, 61 and 6_i. Consequently 
the expressions for the coefficients of diffusion, viscosity, and thermal 
conduction for a gas-mixture become identical with the first approximations 
given in 9.81, 9.82 and 9.84, while the coefficient of thermal diffusion 

vanishes. 
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These results imply that for a simple gas the expansions in series of the 
functions A, B given in 7.51,i, 7.52,i reduce to the single terms 


B = 


Similar results hold for a gas-mixture. 


10.321. Directdeductionof the velocity-distribution function for Maxwellian 
tnolecules. A direct proof of the results of 10.32 will here be given for a 
simple gas. The theorem to be proved is that, for Maxwellian molecules, 
equations 7,31,2,3 are satisfied respectively by 

A = B = .I 

where Ui, are certain constants. It is therefore required to show that 

.2 

JJJ/<‘»6i5,(^V)g6d6d€dCi = 3 

where S^F = Fi-\-F~ F^—F . . 4 

By the principle of momentum, S^(9^) = 0. Also if ^ 0 * 9 ^^e the variables 
of 9.2,6, so that in the present case, for a simple gas, 

«o = 4(^+*’i). ? = 5 

V-s V- 

we find that 

Since the angle between y and f' is y, and that between the plane of f, y' 
and a plane through y and a fixed direction is e (cf. 3.42), if h, i are suitably 
chosen unit vectors perpendicular to y and to each other, 

= y cosx + ^hsinx cose-l-yi sin y sine. .6 

Hence, neglecting vanishing integrals, 

2'g’) de = A: 

‘ ” -y2sin^\'{(®o.h)hcos=e + (^?o••)'sin=e}]rfe 

= 7T V2( 1 - cos2 ,y) -?^{hh + ii)}, 
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whence, by 10.3,8, 

ii8,(^^^)gbdbds = 7r(V2)0i2)^^.{2yy-^2(hh + ii)} 

= 27r(Klm)^ A2(5) . {2^ - ^^(hh + ii)}.^ 

Since f/f, h and i are mutually orthogonal unit vectors, we have, by 1.3,9, 

+ = U, 

where U is the unit tensor; and so 

^o-{2^-^"(hh + ii)} = ^^o■9)f~9^o 

or, returning to the variables ^i, 

^Q.{2ff-f{hh-^ii)} 

= ^ {3(^5 - («’i - -g”) - (-^5 + - 2^1. 9?) (9g^ + «’)}. 


Thus, using 1 . 4 , 2 , 



J/(0)(2<g’2-^<g’2)‘g’dCi 





Combining this with 7 , we get 


2^/2 


(2'(f2-5)«’. 




so that 2 is satisfied if 


na 


^)^,(5) = 1. 
m / 


Again, by substituting for ^ in terms of f, it is easily shown that 

Hence, expressing f' in terms of h and i by 6 , and integrating with respect 
to e, we find that 

r2n o o o o ^ 

1^ (J.Wde = 2;rsin2x{y?-^?"(hh + ii)}. 

Since h, i, f are mutually perpendicular, and h, i are unit vectors, by 

1.3,xo, o o o 

y 2 (hhH-ii) = -yy, 

J = 37r( 1 - cos^ x)?9' . 


and so 


9 
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Proceeding as before, we get 

2k\* o 

m) 


SjSg(*l^^)gbdbd€ = Z7TA^{^) 


Now 




177 


and so 


jSifl^^S,(9fW)gbdb(hdc^ = J/rC^i^i- 




/2k\* o 


o o o 

the terms involving make no contribution to the integral 

(cf. 1.42). Therefore 3 is satisfied provided that 

( 2k 

— 

Thus the theorem is proved. 



10.33. The inverse-sqvxire law of interaction. If a large proportion of the 
molecules of a gas are ionized, electrostatic forces play a dominant part in 
the molecular encounters. It is therefore of interest to consider the case 
when the force P between pairs of molecules satisfies the equation 

P = e^ejr^ .i 

(where e^, Cg denote the electric charges of the molecules), ignoring any small 
part of the force which varies more rapidly with r. 

The variable Uq of 10.3,5 will now be given by 

Vq = bg^(moMiMJe^e2)y . a 

and the angle x by 


where is the positive root of the equation 



The expression for x is integrable in the present case, the result being 



= 2 sin“^ 


cosy = 


1 

^7(^s;^)* 

t^g+i' 


3 


whence it follows that 
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We accordingly find that, in this case, 

^^12 = J(l-cos'x) 56 rf 6 


UoM^mJ ^ Jl 


M-f 7?) 


and in particular 


M, mJ ^ J 1 + t^5 

\%-3 f 

JU+t-Sr- 

Mj 


<> 


( 2 ) 

12 


-3 







[10.33 




where denotes tlie upper limit of Vq. In the previous discussion the upper 
limit of 1^0 taken as infinite: but this is not a valid approximation here, 
as it would give infinite values for and the corresponding values of 

the coefficients of viscosity, diffusion, and conduction of heat would all 
vanish. 

The difficulty arises because electrostatic forces, being proportional only 
to the inverse square of the distance, decrease with distance much more 
slowly than the ordinary forces of interaction. Hence important contri¬ 
butions to the integrals 4 , 5 are made by encounters in which the mutual 
distance of the molecules is always large. However, a molecule at a large 
distance from a given molecule will also be under the electrostatic attraction 
or repulsion of many other molecules, so that these “distant” encounters 
are not really binary; but throughout our analysis account is taken onlj- 
of binary encounters. When “inverse-square” forces are dominant, the 
molecular fields interpenetrate one another to such an extent that all 
encounters might be regarded as multiple. It is, however, possible, in certain 
circumstances, to derive approximate values for the coefficients of viscosity, 
conduction, and diffusion, considering only binary encounters. 

Consider the force exerted on a given molecule by other molecules. That 
exerted by molecules in the immediate neighbourhood varies rapidly, both 
in magnitude and direction, as the molecules move about; but the resultant 
force exerted by molecules at distances large compared with the mean 
distance between neighbouring molecules varies slowly, and may be re¬ 
placed by the force due to a continuous distribution of charge, of magnitude 
WiCi + 712^2 volume: this is properly to be regarded not as a force of 

encounter, but as a body force, and its effect is to be included in the ¥ of 
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Boltzmann’s equation. The individuality of the molecules needs to be taken 
into account only at distances at which the charges on them can singly 
produce an appreciable deflection of the molecule considered. If the dis¬ 
tance h in such encounters is much less than the mean distance between 
pairs of neighbouring molecules in the gas, these encounters may be regarded 
as in substance, binary encounters. Hence our analysis can properly be 
applied to such a gas, and the upper limit of b can be taken to be of the same 
order as the mean molecular separation; the integrals 4,5 are not very sensi¬ 
tive to a moderate variation of b when the gas satisfies the stated conditions. 

For example, at a certain level in the solar atmosphere, the number- 
density of charged particles is 10^^ per cm.^ Thus the mean distance between 
pairs of neighbouring molecules is approximately n-‘ or 2*1 x cm. 
The absolute temperature is approximately 5750°. If an encounter 
produces a deflection of 10° in the relative velocity of the molecules con¬ 
cerned, Vq= 11*43. Using 2 , and remembering that the mean value of 
m for all encounters is -^kT (cf. 5.3,5), the mean value of b for a 

deflection of 10° is found to be 1 ^43ele2/4^•T. This has the value 8 x lO"’ cm., 
if Ci, ^2 oqoal the electronic charge (4-774 x lO’^o E.s.u.). This distance is 
much smaller than the mean distance between pairs of neighbouring 
molecules. Hence in this case it is sufficient to consider binary encounters. 

In actual calculation it is convenient to adopt for the upper limit of 

t/o, the value given by ^ UkTIe^e^, 


where d is the mean distance between pairs of neighbouring molecules; this 
is equivalent to taking a mean value for or iM^g^ in 2 . Such a process 
is permissible because the functions of appearing in 4 , 5 vary only slowly 
with Uoi- The values of the constants ^i(2), of 10.3,8 are then found to be 

a^{2) = loge{l + .4^(2) = 2[log,(l + u^oi) - ■ 


In terms of these, the first approximations to the coefficients of viscosity, 
conduction, and diffusion are expressible in the forms* 


3 / 2kT \‘/2fcn2/ 
[^i2]i - ien(7rm„M,Mj \eiej /' 


• The above discuasion is that given by Chapman, Monthly Notices, R.A.S., 82, 
292 1922.. In Monthly Notices, R.A.S., 86, 93. 1926, E. Persico, who considered 
the effect of the charge induced in the matter in the neighbourhood of a given 
chareed molecule in shielding the more distant molecules from its influence, obtained 
results numerically not very different from those of Chapman. Related problems 
were considered by Ferraro, Monthly Notices, R.A.S., 93, 416, 1933. 
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10 . 4 . Molecides possessing both attractive and repulsive fields. As noted 
above in 3.3, the force between molecules is repulsive at small distances, 
but may be attractive at larger distances. This can most simply be repre- 
sented mathematically by supposing that the force P between two molecules 
at a distance r, taken as positive if repulsive, satisfies an equation of the form 

T = .. 

where For small values of r the first term in this expression will 

predominate, and for large values the second term; thus at small distances 
the interaction is a repulsion varying as the inverse i^th power of the distance, 
and at large distances an attraction varying as the inverse v'th power. 

The inclusion of an attractive force modifies the results of 10.3 as follows: 
10 . 3,3 is replaced by 

i(r2^r^()2) = 1„2__li2_ *^12 _\ 

and 10 . 3,7 becomes 

.. 

1 ■ 1 

where Vq = 6(^1 m^g^lniQ Uq = 6(^1 m^g^lmQ /cla)"'”'* . 3 

and Vqq is the positive root (the least such, if there are more than one) of 
the equation 

1 __ 2 ^^oor'l ^ /M""' - 0 

I'-lUo) “ . ^ 

From 3 we derive the relation 

v-v' v'-l 

{v'olvoY-''- = 

v-v' i>*-l 

where f is the variable of 9.2,6. Equations 2 , 4 may accordingly be put in 
the forms 

fe)”' + (A) (0 *■ 

{2kTfy-^ 

1_(;2 ? /*^ooy~* J 2 /Cia _ 

( 2 * 

The evaluation of ^{§(r) now becomes somewhat difficult in the 
general case. If, however, the attractive part of the field ds weak, fairly 
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simple approximations can be made. It can be shown that exists 

and remains finite as xJa tends to zero; thus, when /cjg is small, x 
expressed approximately in the form 

v~v' 

X = Xo + Xi'fw/T”'”*. .7 


where Xo denotes the value of x obtained in 10.3,7, when only the repulsive 
part of the molecular field was considered; both Xa and X\ are functions of 

yj and f only. 

Using this value of and (for consistency in approximation) neglecting 
higher powers of than the first, we find that 




^12 = + 

= r/1 - cos' Xo + ^ cos'-* Xo sin Xo • gbdb, 


oVy on transforming as in 10.3,8, 




Wimg/ 


-1 ^ 
g'’~^ 



1 


- cos'Xo + 1 cos'-^XoSin Xo • 


p—p 




where is identical with the of 10.3,8, and P(l) depends on I and on y, 

V and but not on T. Hence finally 

^&{r) = 


P —P‘ 




where (f2S(r))o is identical with the f?g(r) of 10.3,io, and Siz(l,r) depends 
only on Z, r and on the molecular constants k^z, 

Expressions for the first approximations to the coefficients of viscosity, 
thermal conduction, and diffusion may be derived as before; these are of 
the forms (cf. 9.7,2) 

v-v' 

Wi = + [All = |Mic„ 

v-v' 

[i>12]l=[(^12)oy(l + ^12/^^-M. 


where |>o]i» are the values of the first approximations to the coeffi¬ 

cients of viscosity and diffusion for molecules repelling each other with a 
force proportional to the inverse id-h power of the distance. 
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The evaluation of the constants r) is fairly simple in two special 
cases, which will now be considered.* 


10.41 - Sutherland's model. Suppose that the molecules are smooth rigid 
elastic spheres surrounded by fields of attractive force. This molecular 
model was first studied by Sutherland,t and is therefore known as Suther¬ 
land’s model. It may mathematically be regarded as a particular case of 
the model discussed in 10.4, being taken as infinite, and k -^2 being so adjusted 
that when r > (o’i 2 being the sum of the molecular radii) the force Kigr'" 

is zero, and when r < it is infinite. 

In an encounter, two molecules may either collide, or be deflected by each 
other’s attractive field without colliding. If they collide, the apsidal dis¬ 
tance of the relative orbit (i.e. the least distance between the centres of the 
molecules) is equal to ^ig, and so, by 10.4,3, 


i; 


00 


= b/o- 


X2> 


if they do not collide, the term of 10.4,4 which involves the repulsive force 
can be neglected, and so 


1 




In either case, since the integration in 10.4,2 is over a range corresponding 
to r > o-jg, the repulsive term in the integral can be omitted, and 








This result can also be derived directly: by a method similar to that of 
10.3, the integral represents the angle turned through by the radius vector 
joining the molecular centres between the beginning of an encounter and 
the apse, because of the action of the attractive force, and this angle is in 
either case equal to i(n — x)- 

Suppose that /c^g = 0; then when 6 < tr^g we derive from a 


X = Xo = 2 cos-1 (6/0-1,) , 



and if 6 > cr^g, the molecules do not collide, and x = A* Thus when /cjg is not 
zero but small, if 6 > o-jg the deflection x is a small quantity of order 
(cf. 10.4,7), and the factor 1 — cos'x appearing in the integrand of is of 
the order of and may be neglected. This means that in evaluating 


• Further cases (>»= oo, v' = 5 and »'=9, p' = 6) have been considered by 
and Cook, Phil. Mag. 3, 978, 1927, and Proc. Poy. Soc. A, 125, 196, 1929. In these 
papers the case in which is not small is considered numerically, 
t Sutherland, Phil. Mag. 36, 607, 1893; 17, 320, 1909. 
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we have only to consider encounters such tliat ^xcTj^; for these, we have 
from 2 and 10.4.3 


'1 Jo \ - 1 \ 6 / mpn^g^j 

_ y rV-Vl - (;2)-3 dv .4 

correct to terms of first degree in K'Jg; the value of «^oo *s given by i. 

For the first approximation to the coefficient of diffusion the value of 

is required. Now 


-J."- 

-r(>- 

Jo \ 




cosXo + si*^Xo-(-Ti:-,7,n 


I 


f '’ 62 - sin,\'oJ 


4/ci2«^2 ^ 


I 


'00 


by I, 4 and 9.2,6. Let us write 

FI 

= 2|^i4-‘' (l-i'So)*J^ .;“•->( 1-I'")-* 

that ii(v') is a function of v' only. Then 


so 


^nH^iv'^Kyyir’ f” 

'- \){2m„MiM2kiy J 0 


e-^Y (h 


and so f31V(l) = (^i 2 (l))o+(^. 

7r*i,(l'')/cl2<Ti2 ' 

= I ))o + ’ 

or, using the value of {f3,'|>(l))o given by 10.2,i, 

Thus the first approximation to Z ),2 is given by 

[A2]i=[(A2)o]i/(1 + Si2/^)> .^ 

where [(/^i 2 )o]i's the first approximation to Z ),2 for rigid elastic spheres, and 

S^^ = i^{v')Ky(v'-\)(T\i:'^k. . 


7 
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-’or the first approximations to /<, A for a simple gas, the value of 
is required. Now 

^12 = {l-cos^x)gbdb 

/ 2,7Tt \ 

= Jo (l-eos^Ao + 2 sinXoCOsXo. ^^.L - ”l)^ ^ ^^ d*;)g 6 d 6 

= [(hi‘i)) I ^12(^2 ^_ 


where 




3-*'(2t;2 


00 


Cvot 

l){l-Voo)*J^ ^-\^-v^)~^dvdvQQ. 


8 


Hence 


^<i>(2) = (i?x?(2))o + 


^12^2 ^ 

{v'-l)(2moMj^M2kT)^ 




Thus the first approximations to /ly A are 

[/^]i = [M/(l + S/!?’) = i^.(“)7 (l+f). [A]: = Mc„. ., 

where [/4o]i is equal to the quantity [/i]i in 10 . 21 ,i, and 

S = i 2 {i^')K'l{u'-l)cr‘''-^k. .xo 

It may be observed that S is proportional to K'j{p' — 1 ) 0 ^'“^, which is the 
potential energy of the mutual attraction of two molecules when in contact. 
This gives an independent physical interest to S. A similar result holds 
for Si 2 ^ 

The functions ii(i^')y defined in 5 , 8 have been evaluated for certain 
integral values of their values are set out in Table 4. 


Table 4. Values of ii ( v ') and 12 ( 1 ^') 


v' 

3 

4 

5 
7 
9 


Hi^') 

J(12-7ra) = 0-2663 
3-4 log 2 = 0-2274 
i(3;r*-28) = 0-2011 

i = 0-1667 
1 ^ = 0-1444 


j(7r*-8) =0-2337 
1(3 log 2-2) = 0-2118 
?(10-7r*) = 0-1956 
/4(97r*-88) = 0-1722 

i^5 = 0-1566 


10.42. The Lennard-Jones model. We next consider the special case of 
the theory of 10.4 which corresponds to v' = 3. This case was first studied 
by Lennard-Jones.t The choice = 3 is made not on physical grounds, but 


♦ Enskog, Upsala Dissertation, and C. G. F. James, Proc. Camb. Phil. Soc. 20, 
447. 1921. 

t J. E. (Lennard-)Jones, Proc. Roy. Soc. A, 106, 441, 1924. 
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only for mathematical convenience. Nevertheless, results obtained for 
this value of v' may be expected to throw some light on the probable 
behaviour of models with less special values of 
Equations 10 . 4 , 4,2 now take the forms 


and 

where 





I 


2 

3 


Let the variables v, Vq be replaced by where 


— ^q/Vq — Soo/^oo — (1 *“ l/t>0^)^- 



Then i, 2 take the forms 

and TT-x = (l-lK^)“‘(7r-x'), . 6 

rf.. ( 2 

where .’ 


On coraparings, 7 with 10 . 3 , 7 , 6 , the variable x' Is seen to be the same function 

of ^0 ^-8 ^ ^ 0 * 

Now, to the degree of approximation considered, if 

6 , = {moK'iJm^m^g^y, 

then 

f*'’(l-cosx)^*^^^ = 2 f bdb = r (l-cos2x)6d6 = 0, 

Jo ^ Jo rn^rn^g^ Jo 

since x - if ^ = <>• Hence, using 3 and 6, 




CO 


12 


m^m^g Jb, 


= {1 — cos x) < 3(6 


=/:[ 


1 + cos 


|(7r-x')( 


1 + 


\r 

^m^nizg^b^/L 


gbdb 


^ 0^12 


J ” j 1 + cos (TT - X') - sin (;r - X'). (TT - X') 


g6(i6 


Now, by 3 and 4, 


2 

\ moK-12 / \ 



and so 
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Tlius, to the present order of approximation, 


= 


^0^12 


+ 


Xrn^m^gV Jo 


2mim2gJo 


fo 


2 



V — 6 




.8 


m^m^g 


where is the constant defined by 10.3,9, and 


n 




On using this value of <l>yi, and transforming as in 10.3, it follows that 

= (Ol^{l)}o^nhi^(v)Ky2(mQM^M^ 
and so the first approximation to the coefficient of diffusion is 

v-3 

[A2]i=[{A2)o]i/(1+'^12/^*''M> ' 


xo 


where [(Z>i 2 )o]i is the first approximation for centres of purely repulsive 
force, and 


—- / 2 \ 


II 


Similarly 


CO 


(l-cos2y)g6d6 


6, 


CD 



Sin 


( 




CO 


sin2 (tt - x') + {7r- sin (n -/) cos {n 


b. 




/7nn/<‘io\^“> , V ^0^12 / \ 

\m^mj ^ m^m^g 

where A^iv) is the constant defined by 10.3,9, 


(^-X')smx' cos.Y 


,d|o 


la 


r2ir(2) = (.0<i>(2))p+/>*,(!.) 


1 


7T*K 


12 


(jrto-Vj.Vg. 2kT)^' 


Also 


<3 
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Hence finally, the first approximation to the coefficient of viscosity is 


m-3 


where [Poh is equal to the first approximation [/^]i of 10.31,i, and 

/ 2 \ 

S = KyA^ip) <2 ^ (2A;)‘'“ ‘ - —j j. 


14 


15 


The constants fii(i'). ^ 2 (^) have to be determined by quadrature. Their 
values for certain integral values of v are given in the following table :* 


Table 5. Values of and 


V 


Biiu) 

5 

■ 

-0-4829 

7 

-0173 

-0-2758 

9 

-0-077 

-0-1649 

11 

-0016 

-0-0953 

15 

+ 00564 

-0-0177 

21 

0-1278 

+ 0-0514 

25 


0-0804 

00 

+ 0-2662 

0-2337 


It is to be noted that are positive for large values of v, but 

negative for small; thus the effect of the attractive field is to decrease /i and 
Dj 2 when v is large, but to increase it when v is small. (See note A, p. 392.) 


The Lorentz approximation 

10.5. A specially simple expression for the velocity-distribution function 
in a gas-mixture may be obtained if (i) the mass of the molecules of one 
constituent is very great compared with that of the molecules of the second 
constituent, and (ii) the influence of mutual encounters among the latter 
in altering their motions is negligible compared with that of their encounters 
with the heavy molecules. The latter condition is fulfilled if either (a) the 
number or (6) the extension of the molecular field of force is much less for 
the light than for the heavy molecules. The kinetic theory for a gas satis¬ 
fying these special conditions (i) and (ii) was first studied by Lorentz ,t 
hence we shall refer to such a gas as a JLorentziciTi gus. 

* The values of B^i^) are taken from p. 456 of the paper by (Lennard')Jones cited 
on p 184* oxir ^ 2 ( 1 ^) is the function J of his equation 4.07, not the of 4.17, which is 
4 J • throughout his § 5, should be read as J. The values of b^{v) have been computed 
from the values o^ x' given by Chapman {Manchester Lit. and Pkd. Soc. Memoirs, 66, 

1. 1922). 

t Lorentz, Proc. Amst, Acad. 7, 438, 585, 684, 1905. 
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On account of the condition (ii), the integral I 2 can be omitted from the 
right-hand sides of 8.31,4,5,6. Also, since the mean kinetic energies of the 
peculiar motions of the two sets of molecules are approximately equal, the 
peculiar velocities of the heavy molecules will be small compared with those 
of the lighter molecules; hence the relative velocity g in the encounter of 
molecules of opposite types is roughly equal to the peculiar velocity Og of 
the lighter molecule. The problem, in fact, approximates to the deter¬ 
mination of the distribution of motion among a set of light molecules subject 
to deflection by stationary obstacles. 

The velocity of one of the heavier molecules is not appreciably altered by 
a collision with one of the lighter molecules: thus, in evaluating the integrals 
1 12 , 1 21 in equations 8.31,4,5,6, we can put CJ = Cj, A[ = A^y D[ = Dj, 
B[ = Bi. Since, moreover, I 2 is to be neglected, and g = Cg, the second of 
equations 8.31,4 becomes 

= fnnW^2-^2)C2bdbdedc,y 

whence, on integration with respect to Cj, we obtain 

C^I-DCg = C2bdbde. 

Since the relative velocity after encounter is equal in magnitude to that 
before encounter, Cg = ^' 2 * Hence this equation is equivalent to 




Similarly the second members of the pairs of equations 8.31,5,6 reduce to 


--C^ = C^bdbde, 


7^2 


C 2 C 2 = - 62 (^ 2 ) JJ(C^ 2^2 - <^2<^2) C2bdbde. 




Now if Cg is integrated over all values of e, that is, over all orientations 
about C 2 of the plane containing C 2 and Cj, the part of the integral involving 
the component of Cg perpendicular to Cg vanishes. The component of CJ 
parallel to Cg is Cgcos^; thus 

JJ(^ 2 “^ 2 ) C 2 bdbde = 27rC2 J (1 — cosx) C^bdb 

= 27lC2<f>i^ 

by 9.33,2. Also, by an argument similar to that used to obtain 10.321,9, 

J/(C2°C2- Cfci) C^bdbde = J(1 - cos^x) C^bdb 


4 
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Here functions of Cg- Using these results in i, 2 , 3 , we get 



m^Cl 

2kT 




^(^ 2 ) = - 


In the present case equations 8 .4, 1,7 reduce to 



n 


Til 71 


■^12^12 “h B 


l»‘-2 


aiogT 

0 r 


5 

6 


since here C\ = 0. Thus, using 4 and s, 


D 


12 


= -'^jn^^ClD,(C,)dc, 


» l\\dC9y 


D 


= — 

677-712 71 J ^ 

_ _L. f fm3. ( '^9^ _ dc 

~ dnn^J''^ ^{lA 2kT 2 ) 


7 


8 


In the conduction of heat the lighter molecules, because of their larger 
velocities, are more effective, in proportion to their number, than the heavy 
molecules. If the conduction is assumed to be due predominantly to the 
light molecules, then in 8.41,4, namely, 

A = ^ lcnin ^[{ AyA }-{ AyDYI { D , D }], .9 


we must insert the following simplified forms of 8.31,12,13: 


ni7i2{^,^} 


— ^ r fm 

277711\ 


TTlgCI 


2kT 



2 C| , 

dCo, 


12 




7712 C"! 5\ C? 


2kT 


^ tie 


n ^ n 2 { D , D ) 


- sia J/i- 


Cl , 


<!> 


12 


The contributions of the two sets of molecules to the hydrostatic pressure 
are of the same order of magnitude, if their number-densities are comparable; 
the viscous stresses due to the heavy molecules are, however, large compared 
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with those due to the light. If. nevertheless, the pressure system due to 
the light molecules alone is considered, then (cf. 8.42) the corresponding 
coefficient of viscosity fi is given by 




C2:C2C2-S2(C2)dc2 


467T71 


1 _r fiO). 


a 


dCn, 


using 6 and the theorem of 1.421. 

The meaning of equations 7-10 can perhaps be better seen if we make the 
substitution 

2nny<l>[^ = 

If the molecules are rigid elastic spheres, = iC'gO'fg, by 10.2, and so this 
substitution implies that for such molecules 

l(C2) = l/CTrniOrfg). 

Since in the Lorentz approximation collisions between pairs of molecules 
m 2 can be neglected, it follows that for rigid elastic spheres /(Cg) is the mean 
free path of molecules of peculiar speed Cg: for more general molecules we 
may interpret /(Cg) as an equivalent mean free path for molecules Wg of 
peculiar speed Cg. 

For example, making the substitution, we get 


Ag = 




a relation which may be compared with 6 . 4 , 2 . 


10.51. Interaction proportional to r-^ These results take a specially 
simple form when the molecules are centres of force varying inversely as 
the i^th power of the distance, so that, using 10.3,8, and putting Wq = 


v-5 




In this case 


Z)io = 




.2 




. _ ^ >'-5 

2(p-iy 


4 
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.' 

/• - .‘ 

A//t = \6kA^(v)lim^A^(v) = (c,)2 5.<2(i^)/2.Ji(i'). 7 

where (c ,.)2 denotes the specific heat ol' the lighter gas. 

These equations can be made to apply also to the case of rigid elastic 
spherical molecules, by making v tend to infinity, and k\.^ approach 
In particular, since ,<i(oo) = J, a^(zc) = J, we then have 

>^^ = - 2 ”^’ ^ = 5Mc,.)2. 8 


10.511- The Lorenlz case for the Lennard-Jones model. For the above 
models ky does not depend on the temperature. This is no longer true when 
in addition there is an attractive field of force; for exanq)le, for the Lennard- 
Jones model, by 10.42,8, putting wi* = g = C^, 



and so, since squares and higher i)owers of k [2 can be neglected. 


1 ^ 

<l>iV U12 / 


tt-l - 


i»— 5 






On substituting this in 10.5,7,8 the corresponding value of kj. is found to be 







showing the dependence of ky on the molecular attraction. 


I 


10.52. Deduction of the Lorenlz results from the general formulae. The 
results of 10.5 can also be derived from the general solution, by making 
mJm, tend to zero, and neglecting the terms arising from the mutual 
encounters of the light molecules. The results thus derived are expressed 
in terms of infinite determinants, as in the general case; it may be shown 


* See Chapman, Journ, Loud. Math. Soc. 8, 260, 1933 
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(though the proof will not be given here) that these determinantal exnrw 
sions are equal to those found above, and the comparison of the two forms 
of the results throws interesting light on the nature of the convergence^f 
he determinants in which the general solution is expressed. 

The elements n„, of the determinants are given bv 9 8 

and similar equations; by hypothesis, if r and « are positive, a" _ and 6 "*’^ 
are to be neglected, since they depend on the mutual encounters of the light 

- 2 > by 9.4, a„ and a_, _, do not involve a power of 714 as a factor-a and 

ao. are mulhples of M„ and is a multiple of Mi If the middle row and 
column of s/”') be each divided by Mi so that JS'W itself is divided by M 
then in the resultant determinant all the elements corresponding to a " 
«-r.„ a -,,0 still involve powers of M^ as factors; these may accordinglv 

be equated to zero in evaluating the determinant. Thus reduces to 
e product of and , n-here the former expression denotes the 
determinant forming the positive quadrant of ja'O") (r, s > 0 ), while the latter 

! ^mplementary minor. Similarly reduces to the product 

conjugate to a^; and 

10 a^ •»-!-,00 are similarly expressible as products in which k a 
actor. Hence, neglecting all save the lowest powers of m^, 8 . 51 , 15-17 become 

^IcT 

m->Go •••••.! 

K = Lt 

m-^co * •••••.* 

m—>•<» • • • • • -3 

where, denotes the minor of conjugate to a„_i, and . the 

minor of conjugate to ‘ 

Again, if r and 5 are positive, 6 ,._, involves JUJ as a factor, while and 

7 ^ "«‘^tion similar to that 

p oye a o^e, can be expressed as the product of and 

Since, however, and cannot be expressed in the same way ki a 

product of factors, it is not possible to divide out the factor involving those 

of the terms 6 arising from the mutual encounters of heavy molecules 

This corresponds to the fact, noted above, that the contribution of the 

Led^wTh\Tlro?th necessarily small com- 

^f 10 5 ^-Und 2 ^ ^ Parallel with the results 

10.5, and must be neglected; this is equivalent to neglecting 
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in The coefficient of viscosity for the light molecules is then found 
to be 

fi = Lt .4 

m—»CO 

where is the minor of^^J conjugate to 

The four coefficients A, /^, ky can therefore be expressed in terms of 
the quantities 

the values of which can readily be found from 9.4. The first is equal to the 
coefficient of in the expansion of 

(1-5)“* (1 - 0"* - H2(x))gi>dbd€df 

where, in the present case, 

// 2 (A) = 

Hence, by integrating over all values of e and all directions of 

is found to be the coefficient of in the expansion of 

(1 — 5 )"* (1 —t)-^ . 5 

Similarly ^ 2 ^ 2 * ^ 2 ^ 2 ]x 2 is the coefficient of s^tf^ in the 

expansion of 

(1 - 5)-^ (1-0"* JJJ{/,2{0)- L2{x)}g6d6d€d^, 

where L^{x) = §7r*e-*'^^-®'>/<^-®>‘^-'>^^(cos2x-}8in2x); 

hence the required coefficient is that of in the expansion of 

(1 _5)-J {l-t)-i 877* .6 


10.53. The convergence of the general formulae for a Lorentzian gas. When 
the molecules are point-centres of force, by 10.3,8, is expressible in the 
form 







m 


\ "^2 / 




v-5 

V- I 


v-S 
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wli6re 0/ is ind 6 pend 0 nt of Thus in this cas6 tho expressions 10.52,5f6 t&ke 
the values ^ ^ 

477H(1 -s) (1 -<)}^^ 54ir(3-^), 

47Ti{( 1 - s) (1 - 0}**^ (1 - ijlri) • 


Now, if r and a are greater than zero, 


r,—3 

^0.-8 “ 


[,S,<->(«’!) «'2. «’2]l2. 


®00 “ ^2[^2»^2]i2* 


Hence 10.52, 1 , 2,3 are equivalent to 


Di2 —• 


3kT 




Lt 

m—►CO ^ 



— i■^20 

m-^co 




75A:^T7iai T . V{)oii 

1 i ^/o ^ \m-voo^00^ 



3 

•4 


where denotes the determinant of m rows and columns whose elements 
a , are the coefficients of the powers s^tS in the expansion of 






-3 + 


y-1 


p and q ranging from zero to m - 1; also Vi,'5> and V{,f are the minors of 
conjugate to a^o and api, and is the minor of conjugate to 

Similarly 


/< = 


5noikT 




X 7 ' (m) 

Tf ^00 

V' ’ 

m-*-® V 


where V'*”" denotes the determinant of m rows and columns whose elements 
/?p, are the coefficients of the powers «" in the expansion of 

“-S -4 + — 

{(l-s)(l-0}*“'"‘Hl-sO 

p, q ranging from zero to wi - 1; and Vii'"> is its minor conjugate to 
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For these results to agree with 10.51,2,4,5,6 it is necessary that 




6 

•7 

.8 



It may be shown that these conditions are fulfilled. In fact, it is found that 

/fki ^2/ /V\ ^ J \2 

V7(m)/y(m) = 1 4- j— -f- ^ ^ , -f ,.. to m terms, . xo 

Voo/v - "^g.l^^(^+l).2! 


where p = (v-5)l2(v- 1), g = 3- 2/(..- 1): also 


y(m)/V(m) = 


P(. „-(P+l) . P( P+1) •(?+!)(?+^) , 

(g+i)-i {g+i)(g + 2).2! 


. to jre — 1 terms), 


and if V',"’ is the minor of V*""' conjugate to 

II 2p2 3p2(p+l)- 


+ ... to ,n-l terms , 


V(m)/V(m) = - 11 + ip + (g + 1) (g + 2 ) . 2 ! 
whence Vj^}, can be found, using the equation 

Again, is given by an equation similar to xo, with 

p = (^-5)/2(.^-l), g = 4-2/(i'-l). 

Using these results, the Umits on the left of equations fr -9 can be expressed 
in terms of hypergeometric functions. For a full discussion the reader .s 
referred to the paper by Chapman cited in 10.52. Here we shall inerely give 
the first few numerical approximations to these limits, in order to indicate 

the rate of convergence. 
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Since successive approximations to correspond to successive 

approximations to Z)i 2 ) a-^d since the first approximation to the former, by 
lo, is unity, it follows that is equal to [jC^i 2 ]m/[^i 2 ]i* Table 6 the 

values of for m = 1,2, and 3 are compared with the limiting value 

given by 6, The first line, for i/ = oo, corresponds to the case of rigid elastic 
spheres; thus the first approximation to for this model is in defect by 
about 12 per cent.; the second reduces the error to less than 5 per cent., 
and the error of the third approximation is about 2 per cent. The errors of 
the various approximations for values of v between 5 and oo are less than 
the errors for = oo; when v ^ 5 (corresponding to Maxwellian molecules) 
all the non-diagonal elements of vanish, and the first and all later 
approximations are equal to the exact value. When v is less than 5, the 
quantity 2/(i'—1) appearing in the exponents of the expression whose 
expansion gives the elements of rapidly increases; the first approxi¬ 
mation falls off greatly in accuracy, though the second and third 
approximations are good. 

Table 6. Values of (equal to 


V 


v<g/v(« 

v«Vv<®> 

Lt VjUVv'”" 

00 

1 

1-083 

1-107 

M32 

17 

1 

1-049 

1-060 

1-072 

13 

1 

1039 

1-048 

1056 

9 

1 

1-023 

1-027 

1-031 

5 

1 

1 

1 

1 

3 

1 

1-125 

M30 

1-132 

2 

1 

3-250 

3-391 

3-396 


Table 7 gives the ratios which bear to the limiting value 

of it shows that the first approximation to ky is more in error than 

the first approximation to Djg* When v == 5, ky and every approximation to 
it is zero, but the ratios in question tend to unity as p tends to 5. 

Table 7. Ratios of the first and second approxima¬ 
tions TO ky, TO THE EXACT VALUE OF kj. 

^= 00 17 13 9 5 3 2 

fkTli/kT = 0-77 0-83 0-85 0-89 1 1*11 0-77 

krJt/kr = 0-88 0-92 0-93 0-95 1 1 01 1*01 

Next follows a table giving the ratios of and to the 

limiting value of these relate similarly to A, the thermal con¬ 

ductivity. It appears that the accuracy of the approximations to A is 
about equal to that of the approximations to 
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Table 8, Ratios of the first and second approxima¬ 
tions TO A, TO THE EXACT VAX.UE OF A 

00 17 13 9 5 3 2 

/n = 0-85 0-91 0-93 0-96 1 0-82 0-28 

(2) = 0-93 0-96 0-97 0-99 1 0-99 0*92 

Finally, in Table 9 are given the ratios of and 

limiting Value of these show that the approximations to the 

coefficient of viscosity for molecules of the second gas, here denoted by /4, 
are rather more accurate than those for ^ 12 * 


Table 9. Ratios of the first and second approxima¬ 
tions TO /I, TO the exact VALUE OF /^ 


— 00 17 13 9 5 

/n = 0-92 0-95 0-96 0-98 1 

(2) = 0-98 0*99 0-99 0-99 1 


3 2 

0-92 0-46 

1-00 0-98 


10.6. A mixture of mechanically similar molecules. Another specially 
simple case of the solution for a gas-mixture is that in which the different 
sets of molecules are of the same mass and obey the same law of interaction 
at encounter, so that they are mechanically similar. In this case the thermal 
conductivity and viscosity are the same as if the molecules were identical 
in all respects, and the coefficient of thermal diffusion vanishes; also the 
coefficient of diffusion is the coefficient of self-diffusion of a simple gas. 

Since all the molecules are similar, we introduce the velocity-distribution 
function of all the molecules. The first approximation to this where 

identical functions of the respective variables 

C, Cl, Cg. The second approximation iswhere 

mc)=mc)+mc). 

Since / does not depend on the relative proportions of the two gases in the 
mixture, but only on the total number-density, is unaffected by the 
relative diffusion of the two gases, and so has no part depending on the 
vector di 2 of 8 . 3 , 7 . Thus, equating the terms in i depending on dig, we get 

(cf. 8.31,10,11) niDi(C) - -n^D^iC). .2 

We denote the common value of each of these expressions by />q(C). Now, 
on account of the mechanical identity of the molecules of the two gases, 

A{®o{Ci)} = lADoiCi) + ©.(Cj)}, liiDoiC^)} = 1 2i{i>o(Ci) + i>o(C2)}- 
Using this and 2 , the equations 8.31,5 become 

71, "2 
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which are identical save for the different variable involved. Again, 
by 8.4,1, 

C^-C^ = -\-2L- . Z)o(C)dc, 

so that, by 8 . 4 , 7 , 

Thus Z>ii does not depend on the proportions of the mixture, but only on 
its density. 

Approximations to the value of may be derived from 9 . 81 , 1,3 by 
putting 7 Wi = wig = m. The first approximation is where 

[Dull = 3 e/4/>. 

By 9.8,8 and 9.7,i, e/[/i]i = 4^f)(2)/5i2iJ>(l), 

or, using 9 . 8 , 7 , and remembering that in the present case := 


E/[/i]i = 4 a. .3 

Hence [Aili = 3a|>]i//>. . 4 


The second approximation is obtained by multiplying [Dull by 1/(1 — a), 
where a is given by 9.81,4. Putting = Afg equation, and using 3 , 

we find that 

A = 5(C-1)2/(11”4b + 8a). 


By substituting for a, b, c, the value of 1/(1 — a) for rigid elastic spheres is 
found to be 59/58 or 1017; for force-centres of index v its values are as 
follows: 

5 9 17 QO 

l/(l_i)= 1 1 004 1 009 1 017 


The true value of w ill be slightly greater than the second approximation: 
the exact factors by which the first approximations for these models are to 
be multiplied may be estimated as 1, 1*005, 1*010 and 1*019 approximately. 
Thus, in particular, for rigid elastic spheres the exact value will be* 



1*019 



_ 1*019 6 /^ 

“ 1*016 5 p 

= l*204/i/p. . 5 

* This value of the coefficient of self-diffusion was first obtained by Pidduok, 
in a quite different way {Proc. bond. Math, Soc, 15, 89, 1915). 
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Chapter 11 

THE ROUGH SPHERICAL MOLECULE 

11.1. Spherical molecules possessing convertible energy of rotation. 
Throughout the previous discussion, it has been assumed that the mole¬ 
cules possess energy of translation only. If the molecules possess also 
internal energy, it is necessary to introduce new variables to specify the 
internal motion. The discussion then becomes very complicated in all save 
the simplest cases. We shall consider here only one model possessing 
internal energy, a perfectly rough, perfectly elastic and rigid spherical 
molecule. Such a molecule possesses energy of rotation which is inter¬ 
convertible with energy of translation. This model was first suggested by 
Bryan;* the methods developed by Chapman and Enskog for general 
non-rotating spherical molecules were extended to Bryan’s model by 
Pidduck.t The model possesses an advantage over all other variably 
rotating models in that no variables are required to specify its orientation in 
space: the next simplest model, a smooth elastic sphere whose mass-centre 
does not coincide with its geometrical centre,! requires two variables to 
specify its orientation, as well as variables specifying the angular velocity. 

The statement that the molecules are perfectly elastic and perfectly rough 
is to be interpreted as follows. When two molecules collide, the points 
which come into contact will not, in general, possess the same velocity. It is 
supposed that the two spheres grip each other without slipping; first each 
sphere is strained by the other, and then the strain energy is reconverted into 
kinetic energy of translation and rotation, no energy being lost; the effect 
is that the relative velocity of the spheres at their point of contact is reversed 

by the impact. 

11.2. The dynamics of a collision. Consider the collision of two spheric¬ 
ally symmetrical molecules of masses m^ and diameters (Tj, cr^. Let their 
moments of inertia about their respective diameters be and /g, and let 
A'l and Aa be defined by the equations 

Aj = Ag = .i 

Then Aj, may range from zero, corresponding to complete concentration 
of the mass at the centres of the spheres, to a maximum value f, corre¬ 
sponding to the concentration of the mass on the surface of the spheres. 

• Bryan, Brit. Assoc. Bcporis, p. 83, 1894. 

t Pidduck, Proc. iJoj/. 5oc. A, 101, 101, 1922. . oc ooa 

J See Jeans, Phil. Trans. 196, 399, 1901; Quart. Joum. Math. 25. 224, 1904. 
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Before collision let the linear and angular velocities of the two molecules 
be respectively c^, and Wi, tOg, and after collision let them be cj, cj and 
o>i, CO2. Let J denote the impulse exerted on the second sphere by the first, 
and let k be the unit vector in the direction of the line from the centre 
of the second molecule to that of the first at collision: this line corresponds 
to the apsidal line for the encounter of smooth molecules. The equations of 
impact are 

mjcj = WiCj —*/, TTigCa = mjCa + e/, 2 

fjtOj “ f j Cijj ^O'jk A I = I ^0"^^ kJ . j 

Also, if V denotes the relative velocity, before impact, of the points of the 
spheres which come into contact, 

F — C2— AtOg —Cl — ItTikAcoi. .^ 

Moreover, since this relative velocity is reversed at collision, 

F = — C2+J<r2kAa>2 + ci +JcTikAtoJ. .^ 

Hence 2F = Cg — Cg — Jo-gk a (wg — tOg) — (Cj — cj) — JcTik a (wi — wj) 

byi,2and3. Let7nQ = 7ni + 7n2asbefore,andletA^obedefinedbytheequation 

WloA'o = miA'i + WgATg. .^ 

Then, since k a (k a J) = k(k. J) — J (cf, 1.11,3), 

2mi7n2F = -mQ(lKjK^h:^)J-\-k(k .J) 

Thus 2mi?n2k. F — — T/ipk .J, 

and so it follows that 

= - 2wi7n2(F+ (A:^»/A'iA'2)k(k. F)). 

Inserting this value of J into 2 and 3, the values of cj, Cg, lOj, tUg are found 

c; = Ci + 2ilfg{AriA'gF+A'ok(k.F)}/(A'iA'g^ .7 

C' = Cg - 23 /i{A'iA' 2F+ AT^kCk . F)}/(A'iA' 2+ A'o), .8 

<!>; = coi - A F/cri( A'lATg + A'^), . ^ 

w' = t02-4ilfiArikAF/cr2(A:iA'2+A'o). .xo 

If the value of F is inserted from 4, these equations give the final velocities 
in terms of the initial ones. Since the value of F in terms of cj, cj, wj, cog 
is also known from equation s, these equations also give the initial velocities 
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Cit ^ 2 ) Wx, <*>2 terms of the final ones. The equations giving the initial 
velocities in terms of the final are identical in form with those giving the 
final velocities in terms of the initial. 

In the discussion of encounters of smooth molecules (3.52), use was made 
of the fact that, corresponding to any encounter such that the initial and 
final velocities were Cx, and Cx, Cg, and the direction of the apsidal line was 
given by the unit vector k, there was an inverse encounter, such that the 
initial and final velocities were cj, Cg and Cj, Cg, and the direction of the 
apsidal line was given by -k. No such inverse encounter exists for the 
rough spherical model, as can be seen from 7 to 10 . The closest approach to 
such an encounter is that in which the initial linear and angular velocities 
are c[, Cg, — — tUg and the line of centres is given by -k; the final 

velocities are then t^x, C 2 > ujx* ^U 2 . 

Let g 2 i ^21 denote the velocity of the centre of the second molecule 
relative to that of the first before and after the collision, so that, as in 
3.41,4, gai = C 2 -Ci,g 2 i = Cg-cJ. Then for a collision to be possible, ^21 ■ k 
must be positive; also, by 4 , 5 


5^21 • ^ . k — ^21 • k. 


II 


It is interesting to observe that, if (and in consequence also /i, /g) 

tend to zero, the equations governing the change of the linear velocities 
become identical with those for smooth spheres, and energy of rotation and 
energy of translation cease to be interconvertible. For, as we prove in 11.4, 
the mean rotational energy oT^mKo-^oj^, is approximately equal to the 
mean peculiar translatory energy thus in the limit when A'->0 we 

must regard c as small compared with crw, but large compared with Kao). 
Thus, substituting from 4 into 7 - 10 , and neglecting terms which tend to 
zero, we get 

c[ = Ci + 2M2{K^h-2V+ K^kCk .g^^)}j(K^K^ + K„) 

= Ci + 2M2k(k.g2^), c.^ = C2-2Mik(k.g2i), 


COi = tOxH-=—^kA[kA(0’iU>i-f-<72OJ2)], 

AoCTi 

U)2 = tOgH-L_lk^[^kA(crjU)x + 0'2U>2)], 


showing that the changes of the linear and angular velocities are inde¬ 
pendent. 


11.3. Boltzmann's equation and the equation of transfer. The generalized 
velocity-distribution function / for a gas composed of rough spherical 
molecules has already ( 2 . 21 ) been defined as being such that the number of 
molecules in 9 volume dr, whose linear and angular velocities lie in ranges 
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c, dc and to, dio, averaged over a small time-interval, is equal to/drdcdco. 
Moreover, it has been indicated ( 3 . 1 ) that / satisfies a Boltzmann equation 
of the same type as that for a gas possessing only energy of translation, 
namely 

dr dr dc^ ar .* 


where mF denotes the force on a molecule, and dgfjdt the rate of change 
of f with time by reason of collisions. Consequently the results of 3 . 1 - 3.21 are 
still valid for a simple gas, and so also are those of 8.1 for a gas-mixture, if 
we now put E = and use the appropriate value of N. 

In addition to the summational invariants introduced in 

3 . 2 , rough elastic spheres also possess a summational invariant of angular 
momentum,* given by 

— mr A c + 1 oi, .2 

where r is the position-vector of the centre of a molecule. Since the proof 
that 0*'*^ is a summational invariant depends on the fact that the centres 
of colliding molecules are at different points, for consistency this fact should 
be taken into account at other points of the theory, as, for example, in the 
evaluation of d^fjdt. The equations are so little changed if this is done, 
however, that without appreciable loss in accuracy we may in general 
ignore the difference, save for very dense gases (see Chapter 16 ). 

Since 0 ^^^ is given in terms of c, not of C, the equation of change of 
angular momentum can most simply be derived from 3 .12,4. It is found to be 

0 0 _ _ 

^ (pr A Cq -h n/a>o) + ^. (CQpr a Cj, + Cpr aC-\- nlcoi ) - p(r aF) = 0 , 

where cOq denotes the mean angular velocity. Using the equations of con¬ 
tinuity and momentum, i.e. 3.21,2,3, this becomes 

nl + ^. (w/C'u>) = 0. .3 


The equation of change for a binary gas-mixture can likewise be reduced 
to the form 

0 / 0 0 \ 

(ni/i + n2/2)^“ + g-.(n/Cu)) = + .4 

where Wq now denotes the “mass angular velocity”, defined by 

(Wi /i H- «2 ^ 2 ) ^0 = h + ^2 .5 


• Pidduck overlooked the existence of this summational invaricmt, as he took the 
angular momentum to be /w, which, of course, is not conserved at encounter. 
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11 . 31 . The evaluation of d^fjdt. As in 3 . 52 , d^fjdt will be subdivided into 
parts (?c/i/?02> •••> corresponding to collisions with molecules of 

the first, second,gases. To evaluate (?e/i/c02» consider collisions between 
molecules belonging respectively to the first and second gases of the mixture, 
such that the linear and angular velocities of the pair of colliding molecules 
before collision are in the ranges dCj, and Cg, a>2. <^a>2 respec¬ 

tively, and that the direction of the line of centres at collision lies in the 
range k, dk. At the instant of collision the centre of the second molecule 
must lie on an area (T\^dV.y normal to k, of a sphere of radius concentric 
with the first molecule; thus a collision of this type can occur during the 
time-interval <, dty only if at the beginning of dt the centre of the second 
molecule lies in a cylinder with this area as base, and generators equal to 
-g2xdt\ the volume of this cylinder is . kdkc?/. Hence the total num¬ 

ber of these collisions occurring in the volume dr during di is found to be 

/1/2 ^12^21 -kdkdcj^rfcoidcgrfcugdrc?/. .i 

This expression replaces 3 . 5 , 6 . 

The evaluation of the number of molecules in dr which, during dt, enter 
the velocity-ranges rfCjdtOi, dCgdtOg as a result of collisions will differ from 
that of 3 . 52 , since, as noted above, no encounter inverse to a given en¬ 
counter exists. Let c[, and ojJ, tOg denote the initial linear and angular 
velocities of two molecules which, after participating in a collision in which 
the line of centres is in the direction of — k, possess the final velocities 
Cl, Cg and a>i, tOg. Such initial velocities can always be found; they will not, 
however, be identical with the quantities cj, and cuj, <*>2 of 11.2. The 
number of collisions occurring in dr during dt, such that c[, Cg, k lie 

in ranges dc[, dc^^ du>{, dk, is 

/i/2^i2^2i •( — y)dVidc[dii>{dc'^dhi'^drdt, .2 

with obvious meanings for/J,/2, g^x- 

Corresponding to the ranges dcj, dc!^, do>J, du>2 of cj, C2, toj, i*>2 there exist, 
for any assigned value of k, ranges dCj, dCg, dtOi, da>2 of the final velocities 
c*!, Cg, o>i, lOg. Since the equations giving Cj, Cg, toj, CO2 in terms of c[, c^, 
loj, 0)2 are linear, and identical in form with those giving cj, C2, o)J, ci>2, in 
terms of Cj, Cg, o>i, oig, it may be proved by the method of 3.52 that 

dc[dc2^i>}[diti2 = dCi(Zc2do>ido>2. .3 

Also, using 11.2,11, and remembering that ^2i> ^21 denote the relative 
velocities before and after collision, and that — k gives the direction of the 
line of centres at collision, 


^;i.(-k) =^2i'k. 


4 
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Hence 2 reduces to the form 

/ J/a erf 2^21 • k dk dCi dCg d<*>i dw 2 dr 

From this point the evaluation of {dgfildt)^ proceeds as in 3.52, and leads 
to the result 

*^12^21-kdkdCgdojg, .5 

corresponding to 3 . 52 , 9 . It must be remembered, however, that/J,/g do 
not now correspond to velocities after an encounter. 

11.4. The velocity-distribution function in the steady state. Consider a 
simple gas in a uniform steady state, under no forces. In such a gas there is 
nothing to cause the molecules to rotate about any one axis in preference 
to any other, and so / will not depend on the direction of to, but only on its 
magnitude. In particular, if/_,/l denote/(c, — to),/(c', —to'), 

Boltzmann’s equation reduces in the present case to . 

^ = ///(/!/' -fJ) ■ kdkdc^duij^ = 0, 
where g = c^-c. Multiplying this by log/dedto and integrating over all 


values of c and to, we find that 

!S!n^ogf{f[f'-fJ)o-^g.kdkdCidwidcdio = 0 . . 2 

By I, the left-hand side of this equation is equal to 

-/i-/-) (T^g kdkdc^duiidcduy. .3 


But, as noted in 11.2, cj, — toj, c', -to' are the final velocities in an en¬ 
counter in which the line of centres is given by — k, and the initial velocities 
are Cl, -tOj, c, - to; hence the symbols c[, — toi,c', — to'.c^, -tOi,c, -ti>,k, 
may be replaced by Cj, to^, c, to, c[, toj, c', to', -k; this change merely 
amounts to renaming the variables. The expression 3 then becomes 

/JJJJ^og/'(/i/-/;/')^^g'. (-k)dkdc;dto;dc'dto'. 

Thus, using 11 . 31 , 3 , 4 , the left-hand side of 2 is found to be equal to 

- -fif) • kdkdcidtoidcdto. 

Again, by an interchange of the role of the colliding molecules, this expres¬ 
sion is found to be equal to each of 

JJJJJ'og/i(/l/' -/i/) ■ kdkdc,dwidcdu>, 

- MJlog/K/;/' -hf) ■ kdkdc,du>,dcdi^. 
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Hence a is equivalent to* 

This equation can be solved by the methods of 4 . 1 ; it is found that log/ 
must be a summational invariant^ so that 


log/ = + at2). me - ^ ^(4) + mr a c), .4 

where are independent of c and to. Since/_ =/, must 

vanish; and since the state of the gas is uniform, must be in¬ 
dependent of r. The values of and are determined from the 

three equations 

^ = JJ/dedto, uCq = jj/ededto, 


The final result is 


^nkT = n . = JJ/. JmC^dcdto. 

f = 7), /.-(mC2+/w2)/2*r 

{27TkT)^ 


A more general steady state of the gas under no forces is given by 4 when 
like a<^>, a,^^\ and is independent of r and t but not zero. For, in 
this case, 




= 7 nfc . (c A = 0, 

and so, since df/dt, d^fldi and F .df/dc also vanish, Boltzmann’s equation is 
satisfied. The value of Cq is now found to be 

Co = (a^2) oj(4) ^ r)l<x^^K .6 

Thus the whole mass of gas moves like a rigid body possessing both rotational 
and translational motion, its angular velocity being l^he state of 

the gas is similar to that considered in 4 . 14 . The mean angular velocity a>o 
of the molecules is found to be so that it is equal to the angular 

velocity of the gas as a whole, and 

0 

2‘*»o = 3^ A Co- .7 


If n is the peculiar angular velocity of a molecule, given by 

= CO —tOp, .8 

* Pidduck attempted to derive this result by a purely analytical method, closely 
resembling that used in 3.52; he established the equality of integrals identical in 
form with those considered above, but did not notice that the integration with 
respect to k in certain of these was over the hemisphere for which ^.k<0, not that 
for which ^. k > 0. 
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the velocity-distribution function can be expressed in the form 


f=n 


(m/)^ 

(27Tkff 




Similar results hold for a gas-mixture. 

The mean peculiar energy of a molecule in the steady state given by 9 is 

= 3kT. 

This differs from the thermal energy, which, according to the definition in 
2 . 4 , is equal to 

+J/(£2 + u)o).(S2 + Wo) 

= 3kT + \I<D%. 

The difference is, however, so small that it can for all practical purposes 
be neglected; it is equal to the kinetic energy which the gas would have if 
each molecule had the velocity Wo; this is very smaU for any ordinary 

value of w„, since is of the order of the molecular radius: Thus the 

number N of 2.44,i can be taken as 6, instead of 3 as for non-rotating mole¬ 
cules;* by 2.43,1,4 it follows that the specific heat c„ of the gas is given by 


c„ = 3 k jm. 


xo 


and that the ratio y of the specific heats is equal to |, instead of f as for 
monatomic gases. 

The observed value of y for the ordinary diatomic gases is 1 * 4 , intermediate 
between | and so that the present model does not represent such gases 
at all closely. The reason is supplied by the quantum theory: the degree of 
freedom corresponding to rotation about the line joining the atomic nuclei 
is not excited, as the quantum of energy corresponding to such rotations is 
very large. The gases for which y approaches most closely the value | are 
chlorine, for which y= 1 - 355 , and methane and ammonia, for which 

y = 1 * 310 . 

11 . 5 . The velocity-distribution for a non-unifoitn binary mixture. The 
velocity-distribution for a gas not in a steady state will be considered in 

• It is to be observed that N is exactly equal to 6 only for ^gas in a uniform 
steady state, since in general there is no guarantee that = mC‘. For this reason 
Pidduck proposed to define the temperature by the relation 

-I- i/<^ = 3kT. 

We have retained the same definition as for non-rotating moleoule.s. to ensure that 
the hydrostatic pressure should exactly equal knT. 
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general for a binary gas-mixture; the results for a simple gas follow as a 
special case. The first approximation to is given by 


The later approximations to/i<®> will depend on the parameters Cq, ojq 

and Tj and on their space-derivatives. The subdivision of the time-deri¬ 
vatives of Tiyy Wg, Co and T will be in accordance with equations like those 
of 8.21, the only difference being that N will have to be divided into parts 

in particular, in equation 8.21,6 N must be replaced by the 
first approximation to its value, namely 6. The expression 11.3,4 for the 
time-derivative of a>o may also be divided into parts; in particular, 

Di .* 


In the steady state in which the gas moves like a rigid body, g>o is expres¬ 
sible in terms of the space-derivatives of €„ (cf. 11.4,7); in the general case 
a>o may be assumed to be of the same order of magnitude. The space-deri¬ 
vatives of o>o will thus be of the same order as the second derivatives of c,,, 
and may be neglected in considering the second approximation to 
To a second approximation/j will be expressible in the form 


/,=/i0)( 1+0(1)), . 3 

where (regarded as a function of C, to, r and t) satisfies the equation 

, _ -Do/r , a/r . Ip d,ca a/<«' a/<0. ? 

Dt Sr . 

in which is defined by 

+ .s 

r 


Besides satisfying 4 and a similar equation, the functions must also 

satisfy the conditions 

= 0, JJ/io^0^»>dco2dC2 = 0, 6 

= 0.7 

+ = 0 . 8 

= o.9 

in order that Wg, Cq, coq, T may represent the number-densities of the 
two gases, and their mass-velocity, mass angular velocity, and temperature, 
correct to the second approximation. These results are analogous to those 
of 8.2 and 8.3. 
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Now 


Do log/r _ D^ 

Dt Dt 



m-^C\-\' IxD\ DqT 

litr* W 



liSli I>oU>(, 

kT Di ’ 


whence, by 2 and 8 . 21 , 2 , 6 , 


---^*<^0 


Dt 


^kT 


Again, since the space-derivatives of o)© are to be neglected 

m^C\^-I^Q\\ 1 dT 
2kT / r 01'' 


a \ogf{^ ^ _ I ^^1 U 

dr 0r \ 


Using these relations, we can put 4 in the form 


- J,(<ZX») = /r[( 


IxQ\ 


2kT 


-4jc.. 


8 >08 3 -^ 

1 


0r n 


-h 


0 

^ {m, C, C, + \\J{m^C\- hOXi ): ^ CpJ. 


xo 


where U is the unit tensor, and is given by 8.3,7. The similar equation 
for the second gas is 




= /r[( 


2^T 


-4 C, 


a log T 


Tig 


-I- 


0 

^^{^■2 02^2+ JU(771201 — 12^2)} * 


XX 


The corresponding equation for a simple gas differs only by the absence of 
the term involving dig- 

The conditions of solubility of the equations lo and xx are readily found, 
as for smooth molecules. It may be verified that 

JJJi(<^^>) ^i*»du)idCi-H = 0. .xa 

For if we substitute for J from 5, we get the sum of three integrals, of which 
one is 


y(O)^0(i) + 0^1) — 0<«' — . kdkdwidcidwdc.X3 


In the part 

JJJJJ/w)y(o)(0<i) + 0^1)) . kdkdCido>idcdu> 

of this integral, we may regard Ci, o>i and r, u> as the velocities before colli¬ 
sion of two molecules, and k as the direction of the line of centres at collision. 
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These variables can be replaced by c[, t*>;, c', to', -k, when the velocities 
after collision will have to be denoted by Cj, to^, c, to. The expression then 
becomes 

= .kdkdc.dio.dcdi^ 

by 11.31,3,4. Hence 13 is equal to 

<r\g . kdkdCidto.dcdto. 

Again, by interchanging the role of the colliding molecules, 

alg . kdkdcidcoidcdto 

= <rlg.kdkdc,dio,dcdi^, 

and so 13 becomes equal to 

o-fg .kdkdcidtoidcdto = 0 . 

Similarly the other integrals derived from 12 can be shown to vanish. 

On replacing ** by the expressions on the right 

of 10, II, we get the required conditions of solubility. It is easily verified 
that these are, in fact, satisfied. 

11.51. The second approximation to f. The solutions of 11.5,10,11 must 
be of the form 

0<>'= - + nB, . d,, + B,: 1 c„], 

0 <« = - [.4 ,. . d,, + 1 Co]. 

where Aiy D^y and are vectors, and and Bg are tensors. The latter 
now need not be non-divergent, because of the termsinvolving U on the right- 
hand sides of 11.5,io,ii; they are, however, still symmetrical (cf. 7.31). 
The quantities Aiy Z>i and B^ depend only on the vectors Cj, S2i, and on 
scalars. Since is a rotation-vector (1.11), not an “ordinary” vector, the 
only vectors (not rotation-vectors) which can be formed from and 
will be scalar multiples of Cj, A Cl, A (S2j A Cl), .... But 

ftlA[«iA(ftiACi)] = - .QfS^iACi 

so that Ai can be expressed in the form 

^1 = ^{Ci + ^pSiiACi-H^}“S2iA(S2iACi), 


3 
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where 4 {, A\^y are functions of the scalars C\, only; is given by 
a similar expression. The corresponding form for is the symmetrical part 
of the tensor 

B\ U + Bl^ Cl Cl + CiCSii A Cl) + V Ci{Qi A (flti A Cl)} 

+ BY(Slj^ A Cl) (i^i A Cl) + A Cl) {fti A [fti A Cl]} 

+ A [i^i A Cl]) (i^i A [ril A Cl]), .^ 

where .fi}, .Sp, are functions of Cf, only.* Using these expressions, 
the equations of diffusion, thermal conduction, and viscosity are obtained 
from I, 2; they are found to be similar in form to those derived in 8 . 4 , 8.41 
8 . 42 . 

If the above expressions are inserted in 11.5,6-9, it is found that 
Di, ... must satisfy the conditions 

= 0. ///‘O) = 0, .5 

• w*! Cl dtoi dCi + . m, C^dta^dc^ = 0, 6 

fffi°’Oi. TOiCidwidCi + JJ/jj®'©,. muCgdio^dCi. = 0, 7 

/J/i®’ B, irriiCfdufidCi + /J/J® Im^Cldta^dCi = 0. 8 


11 . 6 . Thermal conduction in a simple gas. The coefficients of viscosity 
and thermal conduction will be evaluated only for a simple gas. From 
11.5,10 and 11 , 51 ,i the equation satisfied by A for a simple gas is found to be 


and 11 . 51,3 becomes 


J(A) =/«>) 


imC^+IQ^ 
2 k T 


-4 C 



A = ^iC + ^ii«AC + ^“i^ 2 A{ftAC), .a 

where A^, A^^y A^^^ are functions of and Q^. In order that this value of 
A shall satisfy the equation which corresponds to 11 . 51 , 6 , it is necessary that 

1^111^22) c^dwdc = 0. .3 


As a first approximation to A we adopt the form 



where &[ and a/[ are certain constants; this is a special case of A*C, and 
contains no terms corresponding to A^^ and It may be verified that 
this form for A satisfies 3. It is not the most general expression of the 

* This argument was not given by Ptdduck, who in consequence used expressions 
for A and B including certain terms which are not required. 
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type z and of the third degree in the components of C, SI, which satisfies 3; 
this would include in addition terms in SIaC and i2A(QAC); but it is 
closely analogous with the first approximation to A for a gas witli non¬ 
rotating molecules. 

The expression 4 will, of course, not satisfy i, since it gives only an 
approximation to it is supposed to satisfy the two equations obtained 

ifi is multiplied in turn by ~ 2) dcand ^ jcdtodc, and inte¬ 


grated over all values of to and c in each case. We integrate with respect to 
c, Cl and k, as for smooth molecules, by expressing c and Ci in terms of Gq 
and gi where Gq = \(C + Ci) as before, and specifying k by polar angles 
about gr as axis; to integrate with respect to to and tOj, these are replaced by 
new variables, equal to to*f tOi and |(tOi —to): the small difference between 
Si and CO is ignored in the integration. The integration is somewhat involved, 
and the details will not be given; the values of aj, ai are found to be 


, 45(H-2A')(l-f-A:)3 1 / 7« y 

8(12-|-75a + lOU'2-f 102 a'3)7io-21^^7 ^ 

„ 3(3-hi9A')(i-f-A)2 I / w y 

" 2(12-1-75A'-f 101 a 2+102A3)7ic7-2\;r^77 * 


where k = ^llmcr^ (cf. 11.2,i). 

The corresponding value of the thermal flux-vector q is 






C dco dc 



dlogT 

dr 


{^mC'^ -I- Crftodc 


1 0 log T 

3"“^“ 



mC ^-}- \IQ^) A . Cduidv 



by 4 and 1 . 42 , 4 . Since q = A dTjdr, the first approximation to the thermal 
conductivity A is found to be 




mC^-^lIQ^)A.Cdu>dc 


nk^T 

2m 


(uaj -H 3 ai) 


9 (H-a)2(37+ 151a -h50A^2) 

) I2T75A-t-’lOlA2+ i62a'3 ‘ 
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Th .3 is to be compared with the first approximation ( 10 . 21 ,i) for smooth 
spherical molecules, namely 



75 

64 o ’2 




From these expressions it is found that the first approximation [A]i is greater 
for rough than for equal smooth spheres by a factor which increases steadily 
from 1*480 to 1*555 as A' increases from 0 to its maximum value §, i.e. as the 
mass-distribution varies from complete concentration at the centre to 
complete concentration at the surface. 

We can also obtain expressions for the parts of [AJ^ in 6 which arise from 
the transport of energy of translation and rotation separately: these corre¬ 
spond to the terms in the integral 5 arising fi om the expressions \mC^ and 
\IQ'^ in the bracket. We denote these by [AjJ and [A]J; they are given by 



nk’^T 

2 m 



225(1 +2a:) (1+a:)3 

16(r2{12 + 75A'+10lA’2+102A:3)\^/ ’ 



nlc^T 

2m 



9 ( 3 + 19 a :)( 1 + a ')2 /L^T^ 

4a'2(12 + 75A'+ 101A'2+ 102Ar2)\7rm / * 




The ratio of the expression 8 to 7 is unity when k = 0 , and 0*946 when 
A = f, and has an intermediate minimum value of about 0*91; the ratio of 
9 to 7 increases from 0*48 when a = 0 to a maximum value of about 0*62, 
afterwards decreasing to 0*609 when A' = §. 


11.61. Viscosity in a simple gas. A first approximation to /i, the coefficient 
of viscosity, can be obtained in like manner. The equation giving the tensor 
B for a simple gas is 



^ fo\mCC + JU(mC* - //?*)), 



and the form of B is given by 11.51,4; also B must satisfy the equations 

///<»> Bdwdc = 0 , 

JJ/'WB \mC*diadc = 0 , 
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which arc 11.51,s»® modified to apply to a sini|>le gas. The only tensor of 
the second degree in the components of C, which satisfies these con¬ 
ditions is one of the form 




where bj, bj are constants. This, therefore, may be regarded as giving the 
first approximation to B. 

We take as the equations determining b|, b'j those which are obtained 

o 

if I is multiplied in turn by CCduidc and {IQ^ - 3kT) U doidc, and integrated 
over all values of w and c. The first of these equations gives h[ \ its value is 
found to be 

15(l + /i:)2 / m3 y 

^ ” 8710-2(6-1- 13/^)\7r/:3T3j ■ 


The deviation of the pressure-system from the hydrostatic pressure does 
not depend on b'^; for, correct to this order of approximation (cf. 11 . 5 , 3 , 

11.51,1), 

pO) = J|/w 0(1) mCC diode 



0 r 


B: ~ Cq TnCC do> dc 




2 n-b, Cn, 

m ^ ar ® 


using 1.421. Thus the first approximation to the coefficient of viscosity 
given by 


IS 


r 1 

[/<]i = n —- bi 


15 /mi-ry (1 + a)2 
n / 6+ 13a' 


This becomes identical with the expression 10.21,i obtained for \ji\ for 
smooth spherical molecules if k = 0; for other values of K between zero 
and § the ratio of the expression 3 to the value of [//]i for equal smooth mole¬ 
cules varies between 0-994 and 1-136. 

Since for the present model c^. = Zkjm, the equation connecting [A]i 

and [/t]i is 


['^li [^]i 
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where denotes the first approximation to the ratio = it is 

given by 

1 (6+l3A')(37-f-15lA: + 50^2) 

12 + 75A'+10lAr2+i02A:3 ' . 

Thus [f]i is equal to 1*85 when K = 0, and lies between 1*87 and 1*71 for 
values of K between zero and §; this is to be compared with the value 
[f]i = 2*5 obtained for all smooth spherically symmetrical molecules 
(10.21,i). (See note B, p. 396.) 


11.62. Diffusion in a binary mixture. The coefficient of diffusion in 
a binary mixture depends on the vectors Dj, of 11.51, which satisfy 
the equations 

= =-:^/rCV .I 


n 


n. 


A first approximation [T>i 2 ]i is obtained by putting 




n 


n 


where d is a constant; these forms for /Jj, Dg ensure that 11.51,7 shall be 
satisfied. Multiplying the equations i by CJn^ and —CJn^, integrating 
over all values of the corresponding velocities, and adding, we obtain the 
equation 


JJ — Cl. Ji(D) dtojdci — JCg. J 2 (R) dojgde 




The value of d is found by substituting from a into this equation; we find 


d = 


3^0 Kq + A'lA'g /tWo Jlfj J/g\* 


^0 + 2a- 


A / 

'l^2 \ 


27TkT 


Hence, evaluating the velocity of diffusion as in 8.4, we get 




8n(T52 


/ kT y A-Q + AiAg 
\2nmQM^MJ Kq-\-2k^K2 


This is equal to the first approximation [Z>i 2 ]i for smooth elastic spheres if 
either ifi = 0 or Ag = 0, but becomes smaller as A'j and A'g increase. 

In the case of a simple gas, 3 becomes 


w 1 - ^ p^yyi+A- 

n j 1 + 2 a- 


on putting = 2m, = jl/g = = A'g = Aq = A' 
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11.7. Rough spheres of variable radius. The rough spherical model of a 
molecule, like the smooth spherical model, possesses the disadvantage that 
the magnitude of the deflection produced at the collision of two molecules 
depends only on the ratio of their velocities, and not on the actual speeds. 
In actual fact, the deflection produced by an encounter will diminish as the 
velocity of approach of the molecules increases. This can be allowed for by 
supposing that the molecule is of the rough spherical type, but that its 
diameter decreases as the velocity of approach increases. 

Such a model was considered by Chapman and Hainsworth,* who assumed 
that the moment of inertia of the molecule, /, is constant, but that the 
diameter varies with g, the velocity of approach of the molecules, in accord¬ 
ance with the equation 

A- = 4//mo-2 = §/(l -f .I 


7 ! and / being constants. The formal analysis for this model is the same as for 
the rough spherical molecule of fixed radius. In evaluating the various gas- 
coefficients the integrations proceed as before up to the integration with 
respect to g\ this last step involves numerical quadratures. The expressions 
found for the first approximations to the coefficients of viscosity and 
thermal conduction are 



64/ 


7 T 


) 



15 

32IUTy 




where H 25HI) 



6A'a: 4- 6x -f 7 A’ 

A(l+A)2 



and the integrals are given by 


H,= 


cc 


0 


-J 13 


l4(l +a)2 


QO 




dx 


0 




00 


-J (2 + x) 






X 


_I 

A-d+A-)) 



2(1 +2j:) + 3A{H-a:)| 

d+TTp J 



* Cliapinan and Hainsworth, Phil. Mag. 48, 593, 1924. 
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The variable x in 5-8 is given in terms of the relative velocity g by 

X = mg^l4ikT. 

It may be verified that these results reduce to those of Pidduck if we take 
K constant (corresponding to Z = 0 in i). 

The most interesting results derived from this model are those relating 
to the number f appearing in the equation 

A = 

This depends on I and Jc, the mean value of A' for all collisions at the tem¬ 
perature considered; values of the first approximation to f for certain 
special values of I and K are given in the following table: 


Table 10. Values of [fj^ in terms of I and a 


A '=0 

K- I 
^=1 



II 

0 

1-85 

1*61 

1-87 

1-61 

1*85 

1-70 

1-71 

1-71 


4 

© 

II 

Z = 0-9 

1-48 

1-34 

150 

1-29 

158 

1-47 

1-71 

1-71 


In the first column are given the results obtained from Pidduck’s model, 
while the last row corresponds to v = 6* It is seen that [f diminishes as I 
increases, that is, as the dependence of diameter on velocity becomes more 
pronounced. 

The law of dependence of the viscosity on the temperature for this model 
was also investigated numerically. It was found that in the range of tem¬ 
perature from 0 to 250° C. there is never a deviation of more than 1 per cent, 
from a law of the form /i oc T®, if s is suitably chosen; s is found in terms of I 
and Aq, the value of K at 0° C. for an assigned value of y in 1 . The values 
of s are given in Table 11. 


Table 11. Values of s in terms of I and Kq 


Kq = 0-20 

S = § 


7 = 0 

7 = 0-5 

7 = 0-9 

0*50 

0-86 

0-80 

0*50 

0-75 

0-68 

0-50 

0-67 

0-60 

0-50 

0-50 

0-50 


Roughly speaking, mode’s t’ at give the smaller values of [fj^ in Table 10 
give the larger values of s. 

11.8. Disadvantages of the roxigh-sphere molecular model. The absence of 
an encounter inverse to a given encounter, referred to in 11,2, is not ])ecutiar 
to rough rigid spherical molecules; it applies to all models possessing degrees 
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of freedom corresponding to internal motions. The analysis for such models 
is mathematically less attractive than that for smooth spherical molecules, 
because no general integral theorems exist similar to those of 4 . 4 . In 
consequence, the successive approximations to the coefficients of viscosity, 
thermal conduction, and diffusion cannot be shown to increase steadily to 
their limit. 

The rough spherical molecular model also has the special disadvantage 
that the deflection produced by a given encounter does not vary con¬ 
tinuously as the encounter-variable b increases; a grazing encounter, in 
which the two molecules just touch, does not in general produce a small 
deflection in the relative velocity, as can be seen from 11 . 2 , 7 - 10 . This differs 
from what we should expect on physical grounds. Nevertheless, results 
obtained from the model are of considerable interest as illustrating the 
behaviour of gases whose molecules possess internal energy. 
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Chapter 12 

VISCOSITY: COMPARISON OF THEORY WITH 

EXPERIMENT 

12.1. Formulae for fi, for different molecular models. The various formulae 
obtained for the coefficient of viscosity fi are grouped together here for 
convenience of reference. The formulae for the first approximation 
to are as follows: 

(i) Smooth rigid elastic spherical molecults of diameter a (10.21,i), 

^ ^ 5 (kmTY 

• 

(ii) Molecules repelling each other with a force /c/r" (10.31,i), 

^ i{^)' I 'M* - ^) .. 

(iii) Attracting spheres, diameter o* (Sutherland’s model, 10.41,9), 

^ ^ 5 (kmTX^K^ S\ 

" 160 -H n ) IV'^ t)' .3 

(iv) Lennard-Jones’ model (10.42, 12 ), 

. ^ 

(v) Rough elastic spheres of diameter tr (the Bryan-Pidduck model, 
11.61,3), 

^ ^ 15 (1 + a)2 

“ 8 (tH Tf / 6 +13a’ .® 

where K is given by 11.2,i. 

Further approximations have been determined for the first two models. 
For the first (cf. 10 . 21 , 4 ), the value of //, correct to three decimal places of 
the numerical factor, is 

/i = 1016 [//]i = 0*1792(A*mT)V<r^ = 0*499/)C7 .6 

(cf. 4.1 1 , 2 , 5.21,4 and 6.2,i), and for the second (10.31,2), 

r 3(1^-5)2 \ 

+ l)(101i''-113V"')’ 
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Thus for rigid elastic spheres // is 1*6 per cent, in excess of while for 
Maxwellian molecules = is identical with for values of between 
5 and oo, p is in excess of [//Jj by less than 1-6 per cent. We may therefore 
expect that for 5^ i^^co no great error will be incurred for any model if 
the first approximation [/^]i be used in place of the true value p. 

On comparing i with 5 it appears, as in 11.61, that the possession of internal 
energy by the molecules does not seriously affect the rate at which they 
transport momentum, since the ratio of 5 to i varies only between 0*994 
and M36 as ranges from 0 to its maximum value §. 

12.2. The dependence of viscosity on the deTisiiy. The coefficients of vis¬ 
cosity of many gases have been determined experimentally to a fair degree 
of accuracy. By comparing the experimental results with the theoretical 
formulae some information about the nature of the interaction between 
molecules can be obtained. 

Each of the formulae of 12.1 predicts that the coefficient of viscosity of 
a gas is independent of its density: this is a general result independent of 
the nature of the interaction between molecules (cf. 7.52). Thus the capacity 
of a gas for transmitting momentum, and so for retarding the motion of a 
body moving in it, is not decreased when its density is diminished. This 
surprising law was first announced by Maxwell* on theoretical grounds, and 
afterwards verified experimentally by Maxwell and others. 

The consequences of this law are interesting. For example, in so far as 
the damping of the oscillations of a pendulum is due to the viscous resistance 
of the gas in which it moves, the degree of damping will be independent of 
the density of the gas, and the oscillations will die away as rapidly in a 
rarefied gas as in a dense gas. This was first noted by Boyle.f 

Again, according to Stokes’s law, the velocity of a sphere of mass M and 
radius a falling under gravity (g) in a viscous fluid tends to the limiting value 

g(M - MQ)l^nap, 

where Mq is the mass of fluid displaced by the s|)here. When the fluid is a 
gas, Mq will be negligible compared with M, so that the limiting velocity of 
fall should be independent of the density. 

When, however, a body moves at a high velocity in a viscous fluid, the 
ordinary laminar motion of the fluid is unstable, and gives place to a tur¬ 
bulent motion. In this case the conduction of momentum away from the 
body is by eddies, not by the ordinary viscosity of the fluid. Thus the 
resistance of a gas to a body moving at a high velocity is not the ordinary 
viscous resistance, and may depend on the density. 

♦ Maxwell, Phil. Mag. 19, 19, I860; 20, 21, 1860; Coll. Works, 1, 391. 
f See Poynting and Tliomson, Properties of Matter, p. 218. 
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Even when no turbulence is present, the viscous resistance of a gas may 
be expected, in certain circumstances, to show some dependence on the 
density. For example, at low densities there will be slipping of gas at the 
walls of the vessel in which it is enclosed, as noted in 6.21: an apparent 
reduction in the coefficient of viscosity results. Slipping is similarly of im¬ 
portance in the fail of very small drops under gravity. Again, for a very 
dense gas, such that the volume of the molecules of the gas is an appreciable 
part of the volume occupied by the gas, the preceding theory is inadequate, 
and actually the viscosity of the gas is found to vary with the density; an 
extension of the theory, appropriate to this case, is described in Chapter 16, 
Moreover, in a vapour near to condensation, the molecules will form aggre¬ 
gations consisting of several molecules, and again tjie preceding theory and 
its results need to be modified. 

In addition to such variations as these, other small departures from the 
law that does not depend on the density have been observed.* However, 
for most gases the observed density-variations in the coefficient of viscosity 
hardly exceed the probable experimental error. 


The dependence of the viscosity on the temperature 

12.3. Rigid elastic spheres. The various formulae of 12.1 give different rela¬ 
tions between the coefficient of viscosity and the temperature. If the molecules 
are rigid elastic spheres, rp^ 

li OC J- ^ y » • ■ • * • 


while all the other models imply a greater degree of variation of viscosity 
with temperature. Experiment shows that for all gases the actual variation 
of viscosity with temperature is more rapid than that given by i, as is to be 
expected. Thus if equation 12.1,6 for the coefficient of viscosity is used, the 
diameter o' of a molecule must be supposed to vary with the temperature, 
decreasing as the temperature increases. To illustrate the order of magnitude 
of the variation, we give the diameters of helium molecules at different tem¬ 
peratures, calculated from the experimental values(2, 3) of /f, using 12.1,6: 

Table 12, Values of // and o* for helium 


Temperature 

10’x/< 

10® X <r 

("C.) 

g./cm. sec. 

cm. 

-258 1 

294-6 

2-667 

- 197-6 

817-6 

2-370 

- 102-6 

1392 

2-226 

17-6 

1967 

2-140 

183-7 

2681 

2-0.52 

392 

3388 

2-005 

815 

4703 

1-966 


* For example, a variation of p with density has been noted for hydrogen; see 
reference (1) in the list at the end of this chapter. Later references to this list will 
be indicated by figures in the text, as (1). 
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The variation of the apparent radius with temperature receives a simple 
explanation on the hypothesis that the molecules are centres of repulsive 
force, not hard spheres. The motion of the centre B of one molecule relative 
to the centre A of another at their encounter is then represented diagram- 
matically by Fig. 3 (p*. 57). The deflection of the relative velocity g at en¬ 
counter is the same as if, in the figure, the motion of B relative to A were 
along the lines PO, OQ instead of along the curve LMN \ that is, it is the same 
as if the molecules were elastic spheres, and collided when B reached 0 \ 
their effective diameter at the encounter is thus AO. If the elastic-sphere 
theory is applied to such molecules, the value of a deduced from the ex¬ 
perimental values of fi is the mean of the values of this effective diameter 
for all encounters, weighted so as to give greatest importance to encounters 
producing the largest deflections. 

The deflection x of the relative velocity at encounter is given in terms of 
the encounter-variable b and the effective diameter OA by the equation 

(cf.. 3.4M) b = OA cos ix- 

If g increases, b remaining constant, the time during which each molecule 
is under the influence of the other’s field diminishes, and x will also diminish: 
thus OAy too, must decrease. Hence an increase of temperature, which 
implies an increase in the average value of g at encounter, results in a 
decrease in the apparent value of cr. 


12.31. Point-centres offeree. The law of variation of viscosity with tem¬ 
perature for molecules repelling each other as the inverse *^th power of the 
distance (cf. 12 . 1 , 2 ) is ™ 

^ .I 


where* 



1 2 



Comparing this with 12.1,6, we see that for this model the apparent 
radius of a molecule varies inversely as the l/(t^-l)th power of the 
temperature. 

Equation i can also be written in the form 

/i = /i'{TITy, . 3 

where /i' is the coefficient of viscosity at an assigned temperature T\ If 
the value of /i is known for a second temperature, the value of s can be 
found. Hence the formula 3 can always be satisfied by the experimental 
values of /i for two temperatures, if /i' and s are suitably chosen, 

* This formula was inferred from dimensional considerations by Rayleigh, Froc. 
Boy. Soc. A, 66, 68, 1900; Collected Papers, 4, 452. 
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For several gases, notably hydrogen and helium, the experimental values 
oifL conform to an equation of the type 3 over a large range of temperature.* 
The results for helium are given in Table 13; in the second column are given 
the observed values of fi, and in the third, the corresponding values of fi 
calculated from 3 , taking s = 0-647, and adopting the value/t = 1887 x 10"’ 
for the viscosity at 0 ° C. The fourth column gives the values calculated 
from Sutherland’s formula (cf. 12.32). 


Table 13. Viscosity of helium 


Temperature 

("C.) 

10^ X (exp.) 

10” X (calc.) 

(force -centres) 

10’ X (calc 
(Sutherland 

-258-1 

294-6 

288-7 

92 

-253-0 

349-8 

348-9 

135 

- 198-4 

813-2 

815-5 

621 

- 197-6 

817-6 

821-3 

628 

- 183-3 

918-6 

918-5 

745 

- 102-6 

1392 

1389 

1317 

- 78-5 

1506 

1515 

1460 

- 70-0 

1564 

1558 

1513 

- 60-9 

1587 

1603 

1563 

- 22-8 

1788 

1783 

1771 

17-6 

1967 

1965 

1974 

18-7 

1980 

1970 

1979 

99-8 

2337 

2309 

2345 

183-7 

2681 

2632 

2682 


For other gases, however, equation 3 does not agree so well with the 
experimental results, and the value of 5 for which 3 best fits observation 
varies with the range of temperatures considered. Even for helium a slight 
variation is found; for temperatures above 0° C. the value given for s is 
0 * 661 ( 3 ), instead of the value 0-647 found for lower temperatures. For other 
gases the effect is more marked; thus Markowski( 4 ) found that for oxjrgen 
the best value of 5 is 0*81 between 17 and 100° C., and is 0*72 between 100 
and 186° C., whereas for nitrogen it is 0*76 between 15 and 100 ° C., and 0*73 

between 100 and 183° C. 

The variation for most gases is in the same direction as for oxygen and 
nitrogen: that is, the value of s increases, and so v decreases, as the tem¬ 
perature is reduced. This may be interpreted as implying that the molecular 
repulsion varies according to a smaller power of 1 /r when r is large than when 
r is small; because at low temperatures the molecules do not penetrate so 
far into each other’s repulsive fields as at high temperatures. This is, how¬ 
ever, not the only possible interpretation; in the derivation of i no account 
is taken of the fact that the interaction of molecules at large distances may 
be an attraction', such an attraction would influence the molecular motions 


♦ References (1), (2). The table is taken from (2). 
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more at low temperatures, when the velocities of molecules are small, than 
at high. 

Table 14 lists the values of s and v for several gases for certain ranges of 
temperature. The values of v range between 14- 5 for neon and 14* 6 for helium, 
to values in the neighbourhood of 5 for molecules of complex structure. If 
y is large, the mutual repulsion between pairs of molecules at encounter 
increases very rapidly as they approach, and the encounter approximates 
to a sharp impact: in this case the molecules are said to be hard, while for 
small values of in the neighbourhood of 5, they are said to be soft. 


Table 14. Values of s and v 


Gas 

s 

V 

Temperature range 
(®C.) 

Hydrogen 

0*695 (1) 

11*3 

^183-20*8 

Deuterium 

0*699 (25) 

11*0 

- 183-22 

Helium 

0*647 (2) 

14*6 

-258*1-18*7 

0*685 (7) 

11*8 

15*3-99*6 

Methane (CH*) 

0*873 (9)* 

6*36 

17-100 

Ammonia 

0*981 (10)* 

5*16 

15-100*1 

Neon 

0*657 (11) 

13*7 

20-100 

Carbon monoxide 

0*758 (12)* 

8*75 

15-100 

Nitrogen 

0*756 (4) 

8*8 

15-100 

Air 

0*768t 

8*46 

0-100 

Nitric oxide 

0*78 (14) 

8 1 

20-100 

Oxygen 

0*814 (4) 

7*6 

17-100 

Hydrochloric acid 

1*03 (11) 

4*97 

20-96 

Argon 

0*816 (7) 

7*35 

15-100 

Carbon dioxide 

0*935 (I6)f 

5*6 

-20-140 

Nitrous oxide 

0*89 (17)§ 

6*15 

28*1-278 

Chlorine 

1 (19) 

5 

20-100 


♦ The values of a thus marked are not given in the original papers quoted, but are 
calculated from the data given there. 

t This value is calculated from the (mean) values fi = 1*709 x 10-* at 0® C. and 
a = 2172 X 10-* at 100° C. 

^ X Mean value given in the paper quoted, derived in part from the results of other 
workers. 

§ Mean of values for parts of the range. 


12.32. Sutherland's formula. The viscosity of a gas whose molecules are 
rigid attracting spheres is given, to a first approximation, by 

5 /kmT\^ ir S\ 

I \ ^ t) 

(cf. 12.1,3). Comparing this with 12.1,i, we see that the effect of the attractive 
field is to increase the apparent diameter of the molecules in the ratio 
^{l-j-SIT):l, The increase is largest if the temperature is small, and 

becomes negligible at very large temperatures. 

It is easy to see why this increase should occur. As in 10.41, we consider 
only collisions which would have occurred even if the attractive field were 
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absent. In Fig. 8 let LMN represent the path of the centre B of one of the 
colliding molecules relative to the centre A of the other, and let PO, OQ be 
the asymptotes of the path. As in the discussion in 12.31, AO will be the 
equivalent diameter of the molecules for the encounter; this is greater 
than the actual diameter AM, and so, averaging over all collisions, the 
effective diameter of the molecules is greater than the actual diameter. The 
effect of the molecular attractions, in fact, is to render the collision between 



Figure 8 

two molecules more direct, and so produce a larger deflection (compare 
the path LMN in Fig. 8 with the track PRS which gives the curve described 
by B when the attractions are absent). When the temperature increases, 
the relative velocity at encounter increases, and the effect of the attractive 
forces diminishes, as is shown by i. 

Equation i may be written in the form 

,/T\? T + S 

/‘-/‘(-y,) y + • .* 

where fi = li' when T = T'. The constant 8 (Sutherland’s constant) is a 
measure of the strength of the mutual attractions of the molecules, being 
proportional to the mutual potential energy of two molecules when in 
contact. The formulae i and z are approximate formulae, valid only if the 
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attractive fields are small: if this is not so, the expression \ + SjT. ini must 
be replaced by a series of the form 




• • • • 



If the coefficient of viscosity of a gas is known for two temperatures T' 
and T* a value of S can be determined such that 2 is satisfied at both T' 
and r** If sufficiently close together, 2 may be expected to 

fit the observations well at intermediate temperatures. The values of S for 
several gases at ordinary temperatures are given in Table 15. 


Table 15, Values of Sutherland’s constant 


Gas 

Hydrogen 

Helium 

Methane (CH4) 

Ammonia 

Neon 

Carbon monoxide 
Ethylene (C 2 H 4 ) 
Nitrogen 

Air 

Nitric oxide 
Oxygen 

Sulphuretted hydrogen 
Hydrochloric acid 
Argon 

Carbon dioxide 

Nitrous oxide 

Methyl chloride 
Sulphur dioxide 
Chlorine 
Krypton 
Xenon 


Sutherland’s 

Temperature 

constant 

range (® C.) 

83 (5) 

-60-2-185-3 

71-7 (6) 

-20-6-302 

78-2 (5) 

-60-9-183*7 

80-3 (7) 

15-3-184-6 

198 (9) 

17-100 

377 (10) 

16-183-8 

61 (11) 

20-100 

118 (12) 

15-100 

226-9 (6) 

-21-2-302 

118 (12) 

16-100 

102-7 (21) 

-76-3-250-1 

114 (24) 

0-300 + 

128 (14) 

20-200 

138 (4) 

16-76-185-8 

331 (9) 

17-100 

367 (16) 

12-5-100-3 

169-9 (7) 

14-7-183-7 

147 (11) 

20-100 

239-7 (6) 

-20-7-302 

274 (12) 

15-100 

274 (12) 

15-100 

260 (17) 

28-1-278 

464 (6) 

- 15-3-302 

416 (18) 

18-100 

326 (20) 

12-7- 99-] 

188 (8) 

16-3-100 

262 (8) 

15-3-100-] 


The formula a represents closely the variation of the coefficient of vis¬ 
cosity with temperature for several gases within fairly wide ranges of 

.. T.ble .6 .how.. The v.lu.s of S u..d .o, 239^7 for 

carbon dioxide and 102-7 for nitrogen, while the values of ^ for the 
perature 0° C. are taken as 1388 x 10-’ and 1654 x 10 for the two gases. 

The formula also represents the variation of the viscosity of other gases, 
such as oxygen and ethylene, to a similar degree of accuracy the same is 
t™ t“ though fhioO go-mixture. Suoh o ouc^e of the formui. do« 
not, however, establish the validity of Sutherland s molecular model 
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these gases, since the formula is only approximate, and for some gases the 
approximation cannot be justified. If % is to be valid, the terms of 3 after 
the second must be negligible; this is hardly to be expected if the second 
term is of the same order as the first, as it is for carbon dioxide. 


Table 16. Viscosity of CO2 and Ng 


Carbon dioxide (3) Nitrogen (21) 




Temperature 

lO’x/i 

lO’x/i 

Temperature 


lO’x/t 

(°C.) 

(observed) 

(calc.) 

("C.) 

(observed) 

(calc.) 

-20-7 

1294 

1284 

-76-3 

1275 

1269 

150 

1457 

1462 

-37-9 

1465 

1469 

99-1 

1861 

1857 

16-1 

1728 

1728 

182-4 

2221 

2216 

51-6 

1880 

1884 

302-0 

2682 

2686 

100-2 

2084 

2086 




200 

2461 

2461 




250-1 

2629 

2633 


It is, in fact, only possible to test the validity of Sutherland’s model for 
any gas by observations at temperatures so high that SjT is fairly small. 
At low temperatures the attractive forces are of major importance in deter¬ 
mining the viscosity, and if these are proportional to the inverse vth power 

of the distance the viscosity is approximately proportional to 
Sutherland’s formula predicts a variation of the form oc T*, which is 
greater, since > 3 always. Thus Sutherland’s formula may be expected 
to give too small values of (i for all gases at low temperatures. This is actually 
found to be the case( 22 ). The figures given in the fourth column of Table 13 
illustrate this for helium; 8 is taken as 78*2. 

Observations of the viscosity at high temperatures(3) show that, while 
Sutherland’s formula is followed closely by some gases, such as oxygen and 
nitrogen, it fails for others, such as hydrogen and helium. For example, for 
helium the value of 8 for which 2 fits the observations increases from 80, its 
value at ordinary temperatures, to about 200 for temperatures near 800° C.; 
in this case Sutherland’s model is clearly inappropriate. This is what 
would be expected, since we have already seen that the viscosity of hydro¬ 
gen and helium follows a law of the form ficc T". Even when Sutherland’s 
formula well represents the data, it is improbable that his model does actually 
represent the molecular structure at all well. The formula corresponds to 
an increase of /i with T more rapid than that found for non-attracting rigid 
spherical molecules, but the greater rapidity actually found by experiment 
is almost certainly due much more to the “softness” of the repulsive fields 
of force round molecules than to the strength of their attractive fields. The 
chief value of Sutherland’s formula seems to be as a simple interpolation 
formula over restricted ranges of temperature. 
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12.33- The Len:iard-Jones model. This model takes into account both 
the softness of molecules and their mutual attractions at large distances. 
The force between two molecules, taken as positive if repulsive, is supposed 


to be 


K7 


- k ' r-3 


at a distance r. The index — 3 of the second term was adopted purely for 
mathematical convenience: according to the quantum theory of the van 
der Waals attractions, — 7 would seem likely to correspond more closely 
with the actual facts. If k' is negative, the field will be repulsive at all 
distances, but becomes softer as r increases. 

The formula for p derived by Lennard-Jones from i is 12 . 1 , 4 , which 

implies that 








T\\ 8+T''-^ 


»-3 


where/i' is the value of p at temperature \ S, which is proportional to k\ 
represents the effect of the distant field, and when S = 0 2 reduces to 
12 . 31 , 3 : a is a valid approximation only if the correction represented by S 
is small. If is large, /Sand/c' have the same sign, as in Sutherland’s formula, 
which is obtained on putting = cx> in 2 ; if, however, r is less than about 16, 
S and k' have opposite signs. In the latter case the effect of the attraction 
at large distances is to be regarded as merely decreasing the total repulsive 

field. 

The formula 2 can be made to fit experimental values of p over a large 
range of temperatures with considerable accuracy, by appropriate choice 
of V and 8. Table 17 illustrates the fit for argon. An excellent fit is in any case 
to be expected, since equation 2 possesses the advantage over the formulae 
of the preceding sections that it involves two disposable constants, v and 8, 
instead of one. It is satisfactory, however, to find that the value of 8 is 

»-3 

fairly small compared with even at the lowest temperatures con¬ 

sidered.* 

The values of v and 8 are to some extent indeterminate. Since an increase 
of V produces an effect not unlike that of a decrease in jS, a good fit can be 
obtained for many gases with widely different pairs of values of v and 8. 
This is well shown in Table 18, which refers to carbon dioxide; the calculated 
values in the third column are for = 00 , = 239*7, and are those already 

* This and Table 18 are taken from Lennard-Jones’s paper, Proc. Roy. Soc. A, 
106, 421, 1924. 
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given in Table 16 for Sutherland’s formula; the last three columns refer to 

three pairs of values of v and S, the ratio of 8 to being small in all 
three cases. In spite of the widely differing values of v and 5, there is little 
difference in the closeness of fit. Thus the additional adjustable constant 
in 2 , as compared with 12.31,3, entirely removes the deficiencies of the 
latter as a means of representing the observations, but it does not give a 
unique indication of the character of the molecular field, either near or 
distant. 


Table 17. Viscosity of argok according to Lennard-Jones’s formula : 


14J, = 38*62, 

T = 272*9, 

ji* = 2116 X lO-*^ 

Temperature 

10 ’ X /t 

lO’x/t 

("C.) 

(observed) (5) 

(calc.) 

- 183*2 

735*6 

740*9 

- 104*4 

1379 

1376 

- 78*8 

1575 

1567 

- 60*2 

1697 

1702 

- 40*2 

1854 

1844 

- 20*3 

1987 

1980 

- 0*21 

2116 

2116 

13*17 

2207 

2204 

99*7 

2751 

2751 

183*3 

3243 

3241 


Table 18. Viscosity of carbon dioxide according to 

Lennard-Jones’s formula 


10 ’ X fA (calculated) 


Temperature 

lO’x/i 

9 

V = 00 

II 

v=n 

p = 7f 

(*= 0 .) 

(observed) 

S- 239*7 

iS = 58*82 

S= 18*25 

iS = 9*3 

-20*7 

1294 

1284 

1300 

1300 

1299 

15 

1457 

1462 

1472 

1469 

1466 

99*1 

1861 

1857 

1856 

1844 

1844 

182*4 

2221 

2216 

2212 

2200 

2204 

302*0 

2682 

2686 

2693 

2693 

2704 


The value of 8 deduced from experimental data is in general positive; 
this gives the sign of 10.42, 13 ), and is positive only if v is 

large (above about 16). Thus for the last three values of p in Table 18, for 
carbon dioxide, k* is negative, while if v = 00 , k' is positive. The ambiguity 
in V and 8 therefore involves uncertainty even as to the nature—repulsive 
or attractive—of the distant field. For few gases is v found to exceed 16 
for values of 8 sufficiently small for the formula a to be theoretically 
valid (neon is one of the possible exceptions). Hence for most gases the 
variation of viscosity with temperature may be interpreted as indicating 
a change in the index of the repulsive field at moderate distances, but not 
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as giving information about the attractive field at greater distances.* This 
point was not brought out by Lennard-Jones, who seems tacitly to have 
assumed that his correcting term in P (10.4,i) corresponded always to an 
attractive field, without examining the sign of k'. 

In view of the ambiguity in the values of v and S derived from 2, it appears 
impossible to obtain reliable information about the attractive and repulsive 
parts of the molecular field, simultaneously, from the variation oi y with T. 
Viscosity data may throw light on the appropriateness of a formula for the 
molecular field derived by other means, but by themselves they do not give 
unambiguous information as to the field. Moreover, more recent work 
indicates that it is not sufficient to take the attractive field into account to 
the first order only, as in 2 ; for most gases, the effect on viscosity of the 
attractive field is comparable in importance with that of the repulsive field. 
(See note A, p. 392.) 

12.4. Molecular diameters from the viscosity of gases. Table 19 gives values 
of/i for a number of the common gases for the temperature 0° C. The last 
column gives the molecular radii calculated from 12.1,6. 


Table 19. Viscosities of gases at 0 ° C. 


Gas 

Hydrogen, Hj 
Deuterium, Dj 

Helium, He 
Methane, CH 4 
Ammonia, NH 3 
Neon, Ne 

Carbon monoxide, CO 
Ethylene, C 2 H 4 
Nitrogen, Nj 
Air 

Nitric oxide, NO 
Oxygen, O^ 

Sulphuretted hydrogen, HjS 
Hydrochloric acid, HCl 
Argon, A 

Carbon dioxide, CO 2 
Nitrous oxide, NgO 
Methyl chloride, CH3CI 
Sulphur dioxide, SOg 
Chlorine, CI 2 
Krypton, Kr 
Xenon, Xe 


Molecular 


weight 

10’ X 


108 X \cr 

2016 

850 

(7) 

1-365 

4032 

1180 

(25) 

1-378 

4 

1887 

(22) 

1-087 

16031 

1033 

(22) 

2-079 

17 031 

944 

(10) 

2-208 

20-2 

2981 

(8) 

1-297 

28 

1665 

(12) 

1-883 

28 031 

961-3 

(6) 

2-478 

28-016 

1674 

(5) 

1-878 


1709 



30-008 

1794 

(22) 

1-845 

32 

1926 

(5) 

1-810 

34-081 

1175 

(9) 

2-354 

36-466 

1332 

(15) 

2-249 

39-91 

2104 

(7) 

1-832 

44 

1380 

(22) 

2-315 

44-016 

1362 

(22) 

2-331 

50-481 

988-6 

(6) 

2-831 

64-065 

1183 

(22) 

2-747 

70-916 

1218 

(20) 

2-777 

82-9 

2334 

(8) 

2-086 

130-2 

2107 

(8) 

2-458 


It can be seen from this table that the molecular radii increase somewhat 
with increasing molecular weight, and also with increasing complexity of 

* The molecular field actually becomes attractive at a distance not much greater 
than the diameter <r given by 12.1,6. The attractions extend to a distance 2<r at least, 
but they are much smaller than the repulsions at distances slightly smaller than <r. 
See Lennard-Jones, Proc. Phys. Soc. 43, 461, 1931. 
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the molecules. The viscosity does not show much increase with molecular 
weight. 

12.5. The viscosity of a gas-mixture. The first approximation to the 
coefficient of viscosity of a gas-mixture is (cf. 9.84,2) 










where [/aJi, are the first approximations to the coefficients of viscosity 
of the constituent gases, and a, e are quantities depending only on the 
interaction of molecules of different kinds. By 9.81, i, the quantity e is 
equal to where (I>i 2 )i is the first approximation to the coefficient 

of diffusion of the two gases; a is a dimensionless quantity, whose values 
for molecules behaving like centres of a repulsive force kt-^ are given, for 
certain values of v, in Table 3 of 10.3. 

In 12,1 it has been shown that for a simple gas the first approximation 
[>]i to the coefficient of viscosity fi is in general only slightly in error. 
Hence the error of i must become small as or tends to zero. Over 
the same range of v the error of |>]i may be greater (up to 8 per cent.) in the 
case of a (Lorentzian) mixture of molecules of very unequal mass (10.5- 
10 .53; Table 9, p. 197), but in this case the value of fi there calculated is not 
the complete value but refers only to the stresses due to the light molecules; 
hence this example does not well illustrate the degree of accuracy of [/i\ 
for a mixed gas in general. However, the variation of with the proportions 
of the mixture should be represented fairly closely by i if a and e are 
suitably chosen. 

If is very small, we get the case of a gas in which a small quantity of 
a second gas is present as an impurity. In this case i approximates to 

[/til = [Aili + «2i{iE + 2[//i]i(§ - A) 

— 4A[/4i]f(mi + + Am^jraf) . z 


12.51. The variation of the viscosity of a mixture with the concentration- 
ratio, Graham* first noticed the curious fact that the addition of a moderate 
amount of a light and relatively inviscid gas (hydrogen, in the case men¬ 
tioned) to a more viscous and heavy gas (carbon dioxide) may actually 
increase the viscosity of the latter. The figures for mixtures of helium and 
argon, given below, illustrate this phenomenon. The explanation seems to 
be somewhat as follows. The addition of a quantity of the same gas to the 


* Graham, Phil, Trans, Roy, Soc, 136, 573, 1846. 
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heavy gas reduces the mean free path, but increases the number of carriers 
of momentum; these two effects just balance. When, however, a small 
quantity of a light gas is added to the heavy gas, the mean free path of the 
molecules of the latter is hardly affected, because of the large persistence of 
velocities after collisions with the lighter molecules {5.5): and the small 
additional transport of momentum by the lighter molecules may outweigh 
the effect of the decrease in the mean free path of the heavier. 

A detailed comparison of theory with experiment as regards the variation 
of /I with 7ij/n2 has been made for mixtures of hydrogen and helium, and of 
helium and argon. The constant a is determined from the table of 10.3, 
adopting for the force-index Vi 2 at the encounter of molecules of different 
kinds a value intermediate between the values of the force-index v for the 
two gases of the mixture. The constant e is then determined by trial; its 
value cannot be obtained directly from experiment, since it is related to the 
first approximation to the coefficient of diffusion, not the exact value, and 
since, moreover, the experimental determinations of coefficients of diffusion 
are not always reliable. If, however, the experimental value of is known, 
this affords a check on the value obtained for e. 

Mixtures of hydrogen and helium at 0°C. 

The value adopted for a is 0-456, corresponding to ^ 12 = 13 (for hydrogen 
V = 11-3, for helium v = 14-6; see Table 14). The best value of e is found to be 
1*24 X 10“^. There exists no experimental value of with which to com¬ 
pare this. If, however, the molecules are regarded as rigid elastic spheres, 
using this value of e in 10 . 22 , 2 , we find that 0*12 = 2*28 x 10“® cm. The sum of 
the radii of hydrogen and helium molecules given in Table 19 is 2*45 x 10~®cm. 

Mixtures of helium and argon at 20® C. 

The value adopted for a is 0*471, corresponding to — 1^ helium 
p = 14*6, for argon v = 7*35), The value found for e is 4-446 x 10”^, giving 
(Z>i 2 )i = 0-730 at a pressure of one atmosphere. The experimental value of 
the coefficient of diffusion at 15® C. is 0-705. 

The calculated and observed* values of the coefficient of viscosity are 
given in Table 20. It can be seen from this that the theoretical formula 
represents the variation of the coefficient of viscosity very closely.f 

* For helium-argon mixtures, see refs. (11), (23); for hydrogen-helium mixtures, 
see (13). In the original paper the calculated values for hydrogen-helium mixtures 
are based on Thiesen's empirical formula. 

t A large number of formulae have been given for the viscosity of a gas-mixture. 
Kuenen {Konink. Akad. Wetenschappeiiy Amsterdamy Proc. 16, 1162, 1914, and 17, 
1068, 1915) derived a formula by a corrected free-path method: the others are 
empirical. See Chapman, Phil. Trans. 211, 470, 1912, and Trautz, in numerous 
papers in Ann. der Physik from 1929 onwards. Van Cleave and Maas (25) confirm the 
theoretical formula 12.5,z for Hg-Dj mixtures. 
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Table 20. The viscosities of two gas-mixtures 


[ 12.52 



Hydrogen-helium 



Helium -argon 


/ 

0 / 

/o 

Wy.li 


/ 

0 / 

/o 

Wy/i 

Wxp 

hydrogen 

(observed) 

(calc.) 

helium 

(observed) 

(calc.) 

0 

1892-6 

1892-5 

0 

2211 

2211 

3-906 

1850-0 

1853-9 

34-95 

2278 

2281 

10-431 

1759-6 

1767-9 

36-60 

2286 

2284 

13-60 

1732-7 

1730-9 

38-20 

2291 

2287 

24-913 

1603-2 

1605-6 

49-06 

2296 

2301 

40-284 

1430-6 

1432-1 

59-66 

2304 

2305 

60-143 

1226-7 

1225-3 

75-65 

2270 

2276 

81-193 

1016-5 

1016-5 

100 

1973 

1973 

100 

841 

841 





12.52. Viscosity of a gas-mixture; variation xuith temperature. The com¬ 
plicated nature of the formula 12.5,i renders it difficult to predict from 
it the precise law of the temperature-dependence of the viscosity of a 
gas-mixture: only in special cases can definite predictions be made. By 
10.3,12, if the force between molecules of opposite types varies inversely 
as the i^th power of their mutual distance, then E is proportional to T®, 
where, as in 10.31, 

1 2 

s = -r* 


If the interaction between like molecules obeys the same law, fi^ and /tg are 
also proportional to thus, for a mixture of assigned proportions, fi oz T*. 
For example, the viscosities of hydrogen and helium have much the same 
variation with temperature, and a like variation is found for mixtures of 
hydrogen and helium. 

In general, however, the interactions between the different types of 
molecule in the gas will follow different laws. In consequence, if it is assumed, 
say, that in a given mixture fi oc T®, the value of s will be found to depend on 
the proportions of the two gases present. This variation is illustrated by 
the following table of the average value of s for mixtures of helium and 
argon between 20 and 100° C.: 


Table 21. Temperature-variation of the viscosity of mixtures 

OF helium and argon according to a law /iocT® 


0 / 

/o 

helium 

lO’x/4 
at 20° C. 

Wyji 
at 100° C* 

$ 

0 

2211 

2686 

0-806 

34-05 

2278 

2736 

0-769 

49-06 

2296 

2760 

0-748 

75-65 

2270 

2687 

0-699 

100 

1973 

2320 

0-671 


* For the experimental values, see refs. (23), (11). 
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As noted in 12.51, the addition of a moderate amount of a light gas often 
increases the viscosity of a heavy gas: for a given temperature the viscosity 
of the mixture has a maximum value when the proportions of the two gases 
are suitably chosen. It is found that, as the temperature increases, this 
maximum tends to disappear. Fig. 9 illustrates this tendency for mixtures 
of hydrogen and hydrochloric acid. 



Figure 9 


An analytical explanation of the tendency is as follows. Suppose that the 
first gas is the heavier; then, as the temperature increases, in general 
increases more rapidly than whereas the variation of e, which depends 
on interaction between molecules of different types, may be expected to be 
intermediate between those of and so that will decrease. Now, 
according to 12.5,2, the addition of a small amount of the lighter gas will 
increase the viscosity of the heavier gas only if 

E/2/ii + 2(f — a) > 4A/ii/3Eilfi Jlfg- 

Since, as the temperature increases, the left-hand side decreases while the 
right-hand side increases, this inequality may cease to be true for sufficiently 
high temperatures. 
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Chapter 13 

THERMAL CONDUCTIVITY: COMPARISON OF 

THEORY WITH EXPERIMENT 

13.1. Summary of the formulae. Various formulae for the coefficient of 
conduction of heat, A, in a simple gas have been derived in Chapters 10 
and 11. It has been found that A is connected with the coefficient of viscosity, 
//, by an equation of the form 

A = f/iCy .I 

(cf. 6 . 3 , 3 ), where c,. is the specific heat at constant volume, and f is a pure 
number. The first approximations, [AJ^ and [//Ji, to A and y are similarly 
connected (cf. 9.7) by a relation 

[AL = [f]i[//]iC„, 

where [f is the first approximation to f. 

The value of [f]i has been found equal to 2-5 for ail smooth spherically 
symmetrical molecules (9.7,2). Further approximations to f have been 
calculated in certain special cases. It has been shown (10.21,s) that for rigid 
elastic spheres f = 2-522, and that for molecules repelling each other with 
a force varying inversely as the uth power of the distance (cf. 10.31,2,3) 

2' 3(r-5)2 

2(1--1) (1011^-113) 

Thus if = 5 (Maxwellian molecules), f = 2-5 exactly, whereas for values of 
p between 5 and oo, flies between 2-5 and 2-522. No serious error is involved 
if f is replaced by [f ]i in this case, and since viscosity data suggest values of 
p greater than 5 for most ordinary gases, we may expect that 

A = f/ic„ .2 

is very nearly true for all smooth spherically symmetrical molecules. 

13.2. Experimental results for monatomic gases. Only for monatomic 
gases can the relation A = f/ic^ be expected to apply with any degree of 
accuracy. Diatomic and polyatomic gases possess energy of rotation and 
internal vibration, of which no account was taken in the derivation of 
13.1,2; moreover, molecules other than monatomic are not even approxi¬ 
mately spherically symmetrical. 
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The comparison of theory with experiment is of special interest in the 
present case, since theory affords a definite numerical relation between 
three quantities, all determinable directly by experiment, whereas the 
formulae for fi considered in Chapter 12 involved at least one quantity not 
directly observable, such as the molecular diameter. Unfortunately, there 
has been in the past much inaccuracy in the determination of A: this difficult 
experimental determination is only now approaching freedom from serious 
systematic error. 

The values of f in 13.1,i have been determined for the inert gases by 
Schwarze(i),* Eucken( 2 ), Weber{3), Bannawitz(4), Curie and Lepape(5) and 
Dickins( 6 ). Their values all lie between 2*4 and 2*6. Thus they confirm 13.1,2 
within the limits of experimental error. The only exception is helium at low' 
temperatures, for which Eucken found values of f as low as 2*23 at — 192® C., 
and 2*02 at — 252®C.; this fall in f has been confirmed by Weber, but is 
perhaps worthy of further experimental study, since at any rate the higher 
temperature considered was still much above that at which helium con¬ 
denses, and so it would seem that the result f = 2*5 should still be applicable 
there. 

For mercury vapour the value of f at 203® C. has been given( 7 ) as 3*15. 
Meyer, however, raised objections to this determination; he pointed out 
that at such a temperature some condensation of the vapour is likely, and 
seems actually to have occurred.f 

For hydrogen, the value of y, the ratio of the specific heats, begins to 
increase appreciably as the temperature falls below 0 ° C., and near — 200 ® C. 
it approaches the value 5/3 appropriate to a monatomic gas. This indicates 
that at such temperatures the molecular energy is almost wholly trans- 
latory. It is therefore to be expected that f wall rise towards 2*5 below 
— 200° C. Eucken( 2 ) has shown that this is actually so; he finds that f — 2*25 
at — 192® C., and f = 2*37 at — 252° C., as against his value f = 1*91 at 0 ° C. 

13.3. Rough spherical molecules. In 11.6,6 it was found that for a gas 
composed of rough spherical molecules the thermal conductivity is greater 
than for a gas composed of smooth spherical molecules of the same radius, 
by a factor equal to about 1*5; the increase is due to the transport of energy 
of rotation. On the other hand, c„ is twice as large for rough spheres as 
for smooth; the conductivity is not increased in proportion, indicating that 
the mechanism of transfer of energy is less efficient when energy of rotation 
is present than when it is absent. Since also the viscosity is practically the 
same in the two cases ( 11 . 61 , 2 ), the value of f is smaller for rough spheres 

* As in Chapter 12, numbers thus written refer to a list of papers on experimental 
work given at the end of this chapter. 

t Meyer, Kinetic Theory of Oases, p. 296. 
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than for smooth ones. Its calculated value lies between 1*87 and 1*71 if the 
diameter of the spheres is independent of the relative velocity at collision; 
still smaller values of f are found when the radius of the molecule is variable 
(11.7, Table 10). 

The rough spherical model therefore indicates that for a gas for which 

exceeds the “monatomic” value 3A:/2m, so that y < 5/3, the number f may 
be less than 5/2, its value for monatomic gases. The observed facts are 
that f is approximately 1*9 for several diatomic gases, and that for gases 
whose molecules are more complicated in structure f is smaller. In general, the 
smaller y is, the smaller is f. For chlorine, ammonia and methane the value 
of y is in the neighbourhood of 4/3, which is that appropriate to the rough 
spherical model: Table 22 (p. 241) shows that the corresponding values of f 
are 1*79, 1*41, and 1*73; these values lie within the limits of Table 10. 

Naturally it is not to be expected that the rough spherical model can do 
more than roughly illustrate the results to be expected for actual gases, 
which possess energy of vibration as well as of translation and rotation. 


13.31. Eiccken's formula for Eucken(2) has proposed a formula 

connecting f with y, for polyatomic gases, based on an interesting though 

not rigorous argument. He divides A into two parts A' and A", which are 

respectively the conductivities due to transport of translational and internal 

energy; is likewise divided into corresponding parts cj, and c". For a 

monatomic gas A = Eucken assumed that, by analogy with this, 

A' = On the other hand, since there is little correlation between the 

speed of a molecule and its internal energy, the argument given at the end 

of 6,3 suggests that „ 

A — .I 


and Eucken assumed this; it is equivalent to supposing that the mean free 
paths effective in the transport of momentum and of internal energy are 
equal. On these assumptions 

a = a'+a" = mk+c;}. 

But Cj, = c' + cl 


and, by 2.43,2,7, 


, k 

~ m(y-iy 


SO that 




3(y-l) 




ft 


5-3y 


c^. 


Combining these relations, he finds 

A = i(9y-5)/4C„ 

indicating that f is equal to J(9y — 5), 


2 
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This derivation is open to criticism. It assumes that the transport of 
ener^jy of translation is unaffected by the presence of internal energy; this 
is true only if interchange between energy of translation and internal energy 
occurs so rarely that it can be neglected, which is unlikely. Moreover, even 
if it were true, the relation 2 would not be correct. For in this case the 
transport of internal energy would take place by the diffusion of molecules 
from one part of the gas to another, carrying with them the mean internal 
energy of the region in which they originated; that is, the mean free path 
effective in the transport would not be that appropriate to viscosity, but 
that appropriate to self-diffusion. Hence (compare 6.3,2 with 6.4,3) the 


relation x is to be replaced by 

A" = p/>iic" . 3 

= Uii/lCjj. 

Consequently 2 should read 

= {¥(r-l) + 4uu(5-3y)}/tc„. . 4 


The numerical factor u^ is in general greater than unity. For smooth rigid 
elastic spheres (cf. 10.6,5) it is 1*204; for molecules that are force-centres it is 
somewhat larger, being equal to 1*55 for Maxwellian molecules. Hence 4 
will give a value of f somewhat greater than t(9y —5). 

A direct proof of 3 can be given. Consider a gas at rest in which the 
temperature and density depend on z alone. Suppose that a time t can be 
found which is so large compared with the collision-interval of a molecule 
that the displacement of a molecule during t has no appreciable correlation 
with its velocity at the beginning of r, but which is small enough for the 
probable alteration of the internal energy of a molecule during t to be small. 
Since variations of the average internal energy are supposed roughly to 
keep pace with variations of the average translatory energy, t must be very 
small compared with the time of variation of macroscopic properties of the 
gas. The number of molecules in the element r, dr at time t which are found 
in the element r r\ dr' at time i -h r is independent of x and y \ we denote 


it by 


P(Zyr')drdr', 


The number of molecules crossing unit area of the plane 2 = 0 from the 
negative side to the positive during t is equal to the number crossing 2 = 0 
during t which are initially in an infinite cylinder parallel to O2, standing 
on the negative side of unit area of 2 = 0; this is 





P{Zyr')dz] dx 
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The number of molecules crossing the same area in the reverse direc¬ 
tion is 




■/-.[nj-iiir'’'''’'''*!*’'''"']'''’ 


Thus the net number crossing from the negative side to the positive is 




- j!. [ rj-'. *1 



0 \ 
P(z,r’)dz\dr 


or, approximating in the usual way, 




) + 2 


v m^y ) 

L 




= Jjz'P(0,r')-iz'“ 


„r3P(z,r') 


L 


i>'- 


Since the gas is at rest, this vanishes. 

In the same way, if the mean internal energy of a molecule initially 
in r, dr is E''{z)j the energy carried by the molecules across unit area of 
2 = 0 during the time t is 



0 


E"(z)P(z,r')dz\dr' 


-z' 


rdE''(z)P{z,r') 


= |'jz'P'’(0)P(0,r')-Jz'“'[ 


1.1 


using the condition that the gas is at rest. Since ? E"jdz ~ Cy dTjdz^ it follows 
that 


// 

A" = \ z'^P(0,r')dr'. 
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Again, if we consider the diffusion of a fraction of the molecules 
through the rest, the number of these diffusing across unit area of a = 0 in 
time T is 


= J[z'nio(O) ^’(O, r') - j dr' 


_ 1 ■ 
~~2 _ 


1 FdnUz) 


10 

02 




using the condition that the gas 
self-diffusion of the gas is 


as a whole is at rest. Thus the coefficient of 


= 2^-p^P(0,r')dr' 

whence 3 follows.* 

A special case of 3 has already been derived in the study of the rough 
spherical model, in the limit when the constant K tends to zero, in which case 
(cf, 11 . 2 ) interchange of rotational and translatory energy becomes in¬ 
definitely slow. For when A = 0 , 11 . 6,9 and 11 . 62,4 reduce to 



[i>u]i = 



and since c" in this case is 3A:/2?n, the result follows. 

As stated above, however, a free interchange of translational and internal 
energy will be possible in general, and so 4 will not be accurate. For the rough 
spherical model, when such an interchange is possible, i.e. when > 0 , f may 
vary between 1-87 and 1*71; if the molecular radius is allowed to vary, 
much lower values of f are possible (cf. Table 10, 11.7). Since the values 
of f given by 2 and 4 for rigid spherical molecules, for which y = f, are 1*75 
and 1*85 respectively, it appears possible that 2 may agree more closely with 
observation than 4 . It is actually found that for many gases f is in the 
neighbourhood of i(9y — 5), in agreement with 2 . An exact formula for f 
must, however, involve several factors besides the specific heat, such as 
the moment of inertia of the molecules, their softness, and the ease with 
which energy of translation and internal energy are interchanged at 
encounter. 


* The method used in the above proof is one first developed by Einstein (Ann. 
der Physik^ 17, 549, 1905; 19, 371, 1906) in studying the Brownitin movement; it was 
applied to other problems by Fokker (Ann. der Phyaik, 43, 812, 1914) and Planok 
{Berlin Ber, p. 324, 1917). 
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13.32. Comparison of Encken's formula with experiment. The thermal 
conductivities of several gases at 0° C. are given in the following table; 
with them are given the values of f, calculated using the values of p and 
given in Tables 19 (12.4) and 1 (2.44). The corresponding values of J(9y — 5) 
are also tabulated for comparison. The values given for A are in general 
weighted means derived from the experimental values quoted. 


Table 22, Thermal conductivities of oases at 0® C. 


Gas 

10 ’ X A (cal./cm. sec. deg.) 

f = XI p c„ 

i(9r-5) 

Hydrogen 

4160 

(3, 6, 9, 10, 11) 

2-02 

1-92 

Deuterium 

3080 

(11) 



Helium 

3520 

(3. 6) 

2-51 

2-50 

Methane 

721 

(3, 10) 

1-73 

1-70 

Ammonia 

622 

(6) 

1-41 

1-70 

Neon* 

1087 

(3) 

2-47 

2-50 

Carbon monoxide 

559 

(6, 9, 10) 

1-91 

1-91 

Ethylene 

407 

(2) 

1-44 

1-56 

Nitrogen 

580 

(3, 6, 10) 

1-97 

1-91 

Air 

680 

(3, 9, 10) 

— 


Nitric oxide 

555 

(2) 

1-86 

1-90 

Oxygen 

685 

(3, 6, 9, 10) 

1-91 

1-89 

Argon 

397 

(3. 6) 

2-53 

2-50 

Carbon dioxide 

352 

(3, 6, 9, 10) 

1-67 

1-68 

Nitrous oxide 

368 

(3, 6, 9, 10) 

1-74 

1-68 

Sulphur dioxide 

206 

(6) 

1-49 

1-64 

Chlorine 

182-9 (2) 

1-79 

1-80 

Krypton* 

212 

(5) 

2-64 

2-50 

Xenon* 

124 

(5) 

2-67 

2-50 


♦ The values of for the monatomic gases neon, krypton and xenon are calculated 
from = ZkJ2mJ . 


13.4. The dependence of Xjpc^on the temperature. The theoretical value 
of f is practically independent of the temperature for all smooth molecules. 
The independence is absolute for the models considered in 13.1. If, however, 
molecular attractions are taken into account, a slight variation of f with 
temperature is found; e.g., for Sutherland’s model Enskog found that 
f= 2*522/(1+ 0 03iS/T), 8 being Sutherland’s constant. A similar slight 
variation in f is found when account is taken of the variation in hardness 
of the molecular field with distance. For rough spheres of constant radius, 
also, the variation of f with temperature is small (it is negligible to the first 
approximation); if the radius is variable, however, the variation is con¬ 
siderable. Except for the last of these models, theory predicts that f should 

show little dependence on the temperature. 

Not much work has been done on the variation of f with the temperature. 
The experiments suggest (as Eucken(2) first remarked) that f remains con¬ 
stant for a given gas over any range of temperature in which is constant. 
The only observed exception is provided by helium at low temperatures 
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[ 13.5 


(cf. 13.2). Thus the variation of A with temperature is in general approxi¬ 
mately the same as the variation of the coefficient of viscosity. This experi¬ 
mental law may be regarded as evidence that actual molecules do not 
interchange their translatory and internal energy at collisions in the 
peculiar way characteristic of rough spheres of variable radius. 

13.5. Thermal conductivity of a gas-mixture; experiment values. The 
first approximation to the coefficient of conduction of heat for a binary 
gas-mixture is (cf. 9.82,2) 


r^l _ ^12 ^2[^2]l ^21 '1' ^12 

Rj " I " ^2 ^21 ®12 


.Z 


where (cf. 9 . 82 , 3 - 5 ) 


Ri2 = 3((5 - 4b) -h A4 a(1 1 - 4b) 2f2/[Ai]i [AaJi, 

Rja = 2F{F/[Ai]i + F/[A2]i-h(ll-4B-8A)AfiAf2}, 

Ri = F{6il/| -h M\(6 - 4b) + 8 Afii»f2 a}/[Ai]i, 
with a similar formula for Rg.* 

These formulae apply to any smooth spherically symmetrical molecular 
model. For force-centres the constants a, b are given by 10 .3, 11,12 and 
Table 3 (10.3); F is connected with the constant e used in 12.5 by the relation 
9.82,1, i.e. 

F = --E. 

4mo 

If 7121 is small, I becomes the formula giving the effect of an impurity on 
the conductivity; it then approximates to 


[A]i — [Ai]i-f-7i2i[Ai]i 


2 f 


-l-2A/i 3 / 2 ( 11 - 


4b - 8 a) - {3{Mi - (5 - 4b) + 4MiM^a(U - 4b)} 

f 

6Ml 4- Ml(5 - 4b ) -h 83/i a 


As in the case of a simple gas, i is strictly applicable only to mixtures of 
monatomic gases. The only such mixture for which experimental values of 
the conductivity are available is helium-argon at 0°C., which was studied 
by Wachsmuth(8). In comparing the results with the theory it is supposed, 
as in discussing the viscosity of the same mixture, that the force between 
unlike atoms at encounter is inversely proportional to the tenth power of 
their mutual distance; thus a = 0-471, b = 0*679. The values here adopted 
for the conductivities of the simple gases, which were not determined by 
Wachsmuth, are those of Eucken( 2 ), 3*90 x 10~® for helium and 3*36 x 10“* 
for argon. The value of the constant e which best fits the observations is 
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found to be 5*896 x 10“^, as against the value 6*668 x 10“^ used in 12.5 in 
the discussion of the viscosity of the same gases. About a third of the 
difference between the two values may be ascribed to the different tem¬ 
peratures at which the experiments were made; the remaining discrepancy 
may be due partly to experimental error, and partly to the fact that the 
formulae used are not exact, but are first approximations to the exact 

formulae. 

The calculated and observed values of A are given in Table 23. The agree¬ 
ment between theory and experiment, though not so good as for the vis¬ 
cosity of similar mixtures, may nevertheless be considered satisfactory. 

Table 23. Thermal conductivity of mixtures 

OF HELIUM AND ARGON AT 0° C. 


% helium 

A X 10’ (obs.) 

A X 10’ (calc.) 

0 

(390) 

390 

27 

741 

724 

45-4 

1077 

1053 

84*7 

2320 

2347 

94-61 

2939 

2943 

100 

(3360) 

3360 
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Chapter 14 

DIFFUSION: COMPARISON OF THEORY 

WITH EXPERIMENT 


14.1. Causes of diffusion. The general equation of diffusion for a binary 
mixture, 8 . 4 , 7 , can be put in the form 

- -—A.( ~^ (f.-f,)+^a, 

^ 1^2 ^^{dr np dr PP ^Tdrj' 


showing, as noted in 8.4, that the velocity of diffusion has components 
due to non-uniformity of the composition, the pressure and the temperature 
of the gas, and another component due to the different accelerative effects 
of the external forces on the molecules of the two constituent gases. In 
experimental determinations of the coefficient of diffusion, Djg, it is usually 
the diffusion due to non-uniformity of composition which is measured. 

In a gas which is at rest the equation of diffusion becomes (cf. 8.3,xo) 



The first term on the right corresponds to diffusion set up by a lack of 
balance between the forces on the molecules of the first gas, and the gradient 
of its partial pressure. A similar equation exists in terms of the corresponding 
quantities for the second gas. 

As an example of pressure diffusion, corresponding to the second term on 
the right of i, we may cite the process of diffusion in the atmosphere; by 
reason of the variation of pressure with height the various constituents tend 
to separate out, the heavier elements tending to sink to lower levels, and 
the lighter elements to rise to higher levels. This process is not immediately 
due to the force of gravity on the molecules, as the accelerative effect of 
this on all molecules is the same; it is an indirect effect, due to the pressure 
gradient which gravity sets up. (Actually but little variation of composition 
with height is observed in the atmosphere, since the mixing effect of wind 
currents and eddy motion counteracts the separative tendency due to 
diffusion.) 

Pressure diffusion also occurs in a gas that is made to rotate about an 
axis; the heavy molecules then tend to the parts most distant from the axis, 
the density-distribution of each constituent in the steady state being similar 
to that given by 4 . 14 , 11 , 9 , putting = 0 . 

The most important example of forced diffusion, corresponding to the 
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third term on the right of i, is the diffusion of electrically charged particles 
in a partially ionized gas under the action of an electric field, giving ri^e to 
an electric current. This case is considered in detail in Chapter 18, 

The steady state of a gas-mixture in a conservative field of force, repre¬ 
sented by 4.3,5, t)e regarded as due to the attainment of a balance 
between the velocities of diffusion due to non-uniformity of composition 
and pressure, and to the applied forces. Thus, for example, in an isothermal 
atmosphere under gravity the steady state is that in which pressure dif¬ 
fusion exactly balances the diffusion due to non-uniformity of composition. 
It is possible, in fact, to derive 4.3,5 from the condition that there is no 
diffusion, using a. 

We defer consideration of thermal diffusion till 14.7. (See note F, p. 408.) 


14.2. The first approximation to Observations of the mutual diffusion 

of pairs of gases are difficult to make, and such observations as have been 
made are liable to a fairly large experimental error. This should be borne in 
mind when comparing theory with experiment. 

Several formulae for the first approximation [-Di2]i to the coefficient of 
diffusion have been derived in Chapters 9 and 10; they are quoted here for 
convenience of reference. For rigid elastic spheres of diameters cti, by 

9.81,1 and 10.22,2, 3 { kT(m^ + m^) \^ 

^ ^ 871(752 1 j * 

where 0*12 = J(o'i + o'2). 

For molecules repelling each other with a force by 9.81,i and 

10.3,xz, _2_ 

. ^ 


For attracting spheres (Sutherland’s model), by 10.41,6, 

" SncrfJ 27im^m^ llv T J' 



For rough elastic spheres, by 11.62,2, 

, 3 l kT(m^ + m^) ')^ + . 

^ STicrfgV 27r7ni77i.2 / 

where ATg* related to the radii of gyration by 11.2,i,6. 

The first approximation to the coefficient of diffusion does not depend 
on the proportions of the mixture in which diffusion occurs: also it de¬ 
pends only on encounters between molecules of opposite types. Thus, to 
a first approximation, encounters between like molecules do. not affect 

diffusion. 
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14.21. The aecoTid approximation to second approximation 

obtained in 9.81,3 is of the form 

\.Dx^2 = [^12]l/(l I 

where a = 5 (c - 1 )2 Pi %2 + P 2 Wa + Pi 2 .^ 

Ql ^12 ^ 2^21 "i* Qi 2 

and 

^1 “ 1*2 “ -^ 2 ®/[/^ 2 ]i» . 3 

Pi 2 = 4 

Qj = (JI/iE/[/4i]i) ( 6 Jlf| + 5Jff — 5 

Qi2 = (5 - 4b) + 4JIfi Jlf 2 A{11 - 4b) + .6 

with a similar relation for Qg; the quantities a, b, c, e, are defined by 9 . 8 , 7 , 8 . 
For Maxwellian molecules (for which 5) c = 1 (cf. 10.3,ii); hence in this 
case A = 0 and the second (and every later) approximation is identical with 
the first, in agreement with the results of 10.32. 

Further approximations to are larger than [i>i 2 ] 2 * In the special case 
in which the ratio of the molecular masses is very large and njn 2 is 

very small it has been shown (cf. Table 6 , 10.53) that the true value of 
bears to [Pi ^2 the ratio 1*132: 1*083 = 1*046 for rigid elastic spheres; for 
other models the ratio is still more nearly equal to 1. In other less special 
cases the effect of later approximations is likely to be of a similar order of 
magnitude. 

14.3. The variation of ^th the concentration-ratio. As can be seen 
from 14.21,2, a varies with njn^y i.e. with the proportions of the mixture 
in which diffusion is taking place. For example, the values of a in the limiting 
cases in which nJn^-^O and n^jn^^O are a^, a^, where 

Aj = 5m\{c— 1)V{(5 — 4B)mf + 6 m| + 

with a similar relation for Aj. In particular, for rigid elastic spheres, 

Aj = wf/(13mf+ 30m|+ IGm^Wg). .i 

Hence in this case, to a second approximation 

[I^i 2 ]n 2 ^o ^ 1 ~*^2 ^ 1 — wi|/(13m| + 30mjH- IGm^m^) 

[-^i 2 ]ni-o 1 —-ii 1 — wif/(13wf + 30m|+ IGm^mg)' 

It can be shown that the second approximation to always lies between 
its values for tIj = 0 and n^ = 0 , unless and are very nearly equal and 
the molecular dimensions are very unequal (and then it does not vary 
greatly). This suggests that the greatest variation of the coefficient of 
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diffusion occurs when the molecules of the two gases have very unequal 


masses. 

If Aj, Ag tend to the limits 1/13 and zero, and the ratio of the 

end-valuesof 13/12. Thus to a second approximation 

the maximum variation in the coefficient of diffusion for rigid elastic 
spheres, as the proportions vary, is 8J per cent. Further approxima- 

tions increase this to 13-2 per cent, (if [£>i2]„^.o = [^i2]i. and 

=0 " —cf. the results for the Lorentz case already quoted). 

If the molecules are not elastic spheres the factor (c — 1 occurring in the 
expression for a is smaller than for elastic spheres; thus it is to be expected 
that for actual gases the extreme variation of the coefficient of diffusion 
with the proportions of the mixture will be decidedly smaller than 13 per cent. 


14.31. Comparison with experiment for different concentration-ratios. 
The observed values of the coefficient of diffusion do appear to show a varia¬ 
tion with the proportions of the mixture. The variation predicted by the 
theoretical formula is, however, not much greater than the experimental 
error, and is somewhat difficult to establish. The strongest evidence that 
has been obtained of a variation in the coefficient of diffusion is provided 
by a series of experiments made for this purpose at Halle.* The pairs of 
gases studied were Hg-Oa. H^-Ng and Ng-Og (Jackmann). H2-O2 and 
H -CO2 (Deutsch) and He-A (Schmidt and Lonius). The observed values 
of I>i2 for the pairs of gases Hg-COg, He-A are tabulated on p. 248. For 
comparison we give the values of the second approximation [I>i2]2 cal¬ 
culated from 14.21,1; A is calculated on the assumption that the molecules 
are rigid elastic spheres, and that their radii are those found from viscosity 
measurements; the first approximation, [-Diali* occurring as a factor in 
14.21,1, is not calculated^ but is chosen so as to make the mean of the calculated 
results agree with the mean of the observed quantities. It appears that 
theory and experiment are in agreement as regards the order of magnitude 
of the variation. No more can be expected, in view of (a) experimental 
error, (6) the use of an approximate formula for £>12. aud (c) the known 
departure of the molecules from the rigid spherical model adopted in the 

calculations. 

Since the error in the first approximation to the coefficient of diffusion 
is fairly small, it will be ignored in the subsequent discussion. This implies 
that we ignore the variation of the coefficient of diffusion with the pro¬ 
portions of the mixture. The discussion of the existing experimental results 
is not thereby seriously affected, since in many cases the proportions of the 
mixture were either not recorded, or not kept constant, by the experimenter. 


♦ 


See Lonius, Ann. der Physik, 29, 664, 1909. 
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Table 24. 

Variation of Dy^ with composition* 


Pair of gases 

ni/nj 

(obs.) 

(calc.) 

Observer 

First gas H, \ 

3 

0-594 

0-589 

Deutsch 

Second gas CO*/ 

1 

0-605 

0-617 


I 

0-633 

0*628 


First gas He \ 

2-65 

0-678 

0-689 

Lonius 

Second gas A j 

2-26 

0-693 

0-694 



1-66 

0-696 

0-697 

Schmidt 


1 

0-706 

0-706 

• • 


0-477 

0-712 

0*714 

Lonius 


0-311 

0-731 

0-719 



14.4. The dependence of on the density and the temperature; the law 
of intermolecular repulsion. All the formulae of 14.2 indicate that is 
inversely proportional to n, i.e. to the pressure of the gas, if the temperature 
is constant. This proportionality was first observed by Loschmidt,f and 
has been confirmed by other workers. 

The theoretical variation of with temperature depends on the special 
molecular model employed. By 14.2,2, if unlike molecules repel each other 
with a force varying inversely as the power of the distance, 

-^12 QC T^jUy 


where 




or, if the pressure is constant, so that nT is constant, 


Z)i2 oc .j 

If 1^12 = 00 (elastic spheres), 5 = and if = 5 (Maxwellian molecules), 
5=1. For ordinary gases s should lie between these extreme values. More¬ 
over, I is precisely similar in form to 12.31,2, and so, in so far as the force- 
index 1^12 for encounters of unlike molecules may be expected to be inter¬ 
mediate between the values Vy, for encounters of pairs oilike molecules, 
my or mg, the number s will be intermediate between the two values of the 5 
of 12.31, derived from the viscosities of the constituent gases of the mixture. 

Values of s derived from measurements of the coefficient of diffusion for 
several pairs of gases at different temperatures have been given by von 
Obermayer;t these are given in Table 25, together with the values of Vy^ 
calculated from them. The values of v found for the simple gases from 

* Here (and throughout this book) values of the diffusion coefficient are given in 
c.g.s. units (cm.*/8ec.), following the practice of the InUmaiional CriiiccU Tables. 
In many papers, such as those of Lonius, the so-called practical unit is used, based 
on the metre and hour as units of length and time. Values of Dy^ in practical units 
are converted to c.g.s. units on multiplying by 10V3600 or 2*778. 
t Loschmidt. Wien. Ber. 61, 367, 1870; 62. 468, 1870. 
t von Obermayer, Wien. Ber. 81, 1102, 1880. 
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viscosity measures are given for comparison. The values of obtained from 
diffusion do not all lie between the values of v obtained for the simple gases; 
owing to the scanty nature of the experimental results, it is not possible to 
say whether this represents the actual facts, or is due to experimental errors. 

The values of the Sutherland constant for diffusion (the 5^2 of 14.2,3) 
have also been given by von Obermayer for the same gases. The experimental 
results, however, do not suffice to distinguish between the relative merits 
of the different molecular models. 

Table 25. Values of the force-index v-^^, from diffusion results 


Gases 

8 


V (viscosity) 

Air-CO, 

0*968 

5*3 

8*46, 5*6 

H,- 0 , 

0*755 

8*8 

11*3, 7*6 

CO.-NjO 

1*050 

4*6 

5*6, 6*15 

CO,-H, 

0*742 

9*3 

5*6, 11*3 

O 2 -N 3 

0*792 

7*9 

7*6, 8*8 


14,5. The coefficient of self-diffitsion, D^. If the molecules of the two 
gases whose mutual diffusion is considered are identical, the coefficient of 
diffusion becomes the coefficient of self-diffusion of a simple gas. By 14.2,i, 
the first approximation to this for rigid elastic spheres of diameter <r is 
given by 

^ ^ Sna^yTTm) 5 p * 

while, in general, by 10.6,4, the first approximation is given by 

.* 

being the first approximation to the coefficient of viscosity, and a 
a numerical factor, defined in 9.8,7. 

Naturally it is not possible to follow the motions of individual molecules, 
possessing no feature distinguishing them from other molecules of the gas, 
so that no actual experimental determination of the coefficient of self¬ 
diffusion can be made. Quantities very similar to a coefficient of self¬ 
diffusion have, however, been determined. For example, carbon dioxide 
and nitrous oxide possess almost identical molecular weights and a similar 
molecular structure; also their mechanical properties are very similar (cf. 
the results for the two gases in Tables 14, 19, and 22.)* It is therefore to be 
expected that the coefficient of mutual diffusion of the gases will be close 
to the coefficient of self-diffusion of either. Taking = 0*096 (see Table 27, 
p. 252), and p = 1*371 x 10“^, p = 1*98 x 10“^ (means of the values for the 

* Attention was drawn to the similarity of the properties of these gases, and of 
those of CO and Nj, by C. J. Smith, Proc. Phys. Soc. 34, 162, 1922. 
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two gases), we find that = l*39/i/^. This corresponds to A = 0*463 and 
V = 11 (Table 3, 10.3); this is a rather higher value of v than would be 
eX) 'cted.* In the same way, from the value of similar gases 

niti V. een and carbon monoxide Boardman and Wild deduced that 
= ] *44/i//? for either gas.f This corresponds to v = 9, agreeing with 
viscosity data. 

The mutual diffusion of isotopes of the same gas also closely resembles 
self-diffusion when, as is the case with the heavier gases, the ratio fnjm 2 
of the masses of the molecules is nearly equal to unity. The resemblance is 
particularly close for isotopes of the same mass, when the atoms of one isotope 
are radioactive. Again, a very close approximation to self-diffusion is given 
by the diffusion of para-hydrogen relative to ortho-hydrogen; this has been 
measured by Harteck and Schmidt. J Their value for the coefficient of 
diffusion is 1*28 cm.^/sec., corresponding to Du = l*36/i/p; this gives v = 12, 
again agreeing with the viscosity results. (See note C, p. 398.) 

14.51. Kelvin's calculations of Dll. Besides these direct tests, an indirect 
test of 14.5,2 can be made, following a method first employed by Lord 
Kelvin.§ 

For rigid elastic spheres the first approximation to the coefficient of 
diffusion is 

3 i kT(mi-\-m2) \^ 

^ SrKrfgl 27Tmi7n2 J 

If the pressure and temperature of the gas have assigned values, all the 
quantities on the right-hand side of this equation are known save cr^g, the 
mean of the diameters of the molecules; hence from an observed value of 
Di 2 the sum of the diameters can be determined. If we know the coefficients 
of mutual diffusion of the three pairs which can be chosen out of three gases, 
the corresponding values of fri 2 , and so of the diameters of molecules of the 
gases, can be found. On substitution in 14.5,i the values of Du are found 
for each of the three gases. A check on the theory, and on the appropriateness 
of the model used, is afforded by the agreement or otherwise between the 
values of Du for the same gas, derived from different triads of gases in¬ 
cluding it. 

* It is possible that this discrepancy may in part arise from the fact that, ac¬ 
cording to wave mechanics, the encounter of two similar molecules differs essentially 
from that of identical ones; cf. Chapter 17. 

t Boardman and Wild, Proc. Roy. Soc. A, 162, 511,1937, in which a calculation of 
D^iply, for CO 2 and NjO is also made (with the same result 1-39). Oxir calculation 
for these gases was made independently, at about the same time. 

J Harteck and Schmidt, Zeit.f. Phys. Chem. 21, 447, 1933. 

§ Kelvin, Baltimore Lectures^ p. 295. The formula for used by Kelvin, however, 
differed from 14.2,1 by a constant factor. 
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By this method, the following values of the coefficients of self-diffusion of 
four gases, hydrogen, oxygen, carbon monoxide and carbon dioxide, have 
been found, using the values of given in Table 27: 


The three gases used 
H.-0*-C0 

Hj-Os-COa 

Ha-CO-COa 

Oa-CO-COa 

Mean 


Dll for H 

1-24 

1-30 

1-34 


1*29 


D,i for O 

0191 

0-182 

0193 

0189 


Dji for CO 
0-179 

0-170 

0-176 

0-175 


Dji for CO 


0-107 

0-106 

0-101 

0-104 


2 


The agreement between the values of obtained from the different 
triads of gases is reasonable, and to some extent justifies the method of 

calculation. 

From the means of these values of the values of have been 

calculated. In the following table they are compared with the values of 
3 a obtained from Table 3 (p. 172), using the values of p given in Table 14:* 


Table 26. Coefficients of self-diffusion 


Gas 

Ai 

p X 10® 

/4X 10’ 

AiP//^ 

3a 

H, 

1-29 

89-9 

850 

1-37 

1-39 

o. 

0-189 

1429 

1926 

1-40 

1-46 

C& 

0-175 

1250 

1665 

1-31 

1-45 

CO, 

0-104 

1977 

1380 

1-49 

1-52 


Since in the calculation of it is assumed that the molecules are elastic 
spheres, exact agreement between the values of and 3a is not to be 

expected; but the table shows no great discrepancy between their values. 

14.6. Molecular radii calculated from Table 27 gives the experi¬ 
mental values of the coefficient of diffusion for several pairs of gases, 
reduced to 0° C. From these the values of have been calculated, using 
14.2,1. Since this formula is only a first approximation, these values of cr^g 
will be slightly smaller than the true values, the error being greatest when the 
molecular masses are very unequal. The greatest error of the first approxi¬ 
mation is about 13per cent.; this corresponds to a maximum error of about 
6 per cent, in o-jg- For all actual gases, however, the error of (r^g will 
probably not exceed 4 per cent. 

For comparison the table also includes the values of ^(o-i-hcTg) derived 
from the viscosity; it can be seen that these are in general larger by about 
10 per cent, than the values obtained from the coefficient of diffusion. This 
discrepancy, which is much larger than the error of the formula, is probably 
due in part to the imperfect representation of the molecules by rigid elastic 
spheres, but may also be due partly to a difference between the inter- 

♦ A similar calculation for nitrogen has been made by Boardman and Wild from 
their determinations of D ,2 in Hj-Nj-COg mixtures. Their result for D„ is 1-39/f/p, 
whereas the value of 3 a derived from the viscosity is 1-45. 
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actions of like and unlike molecules (cf. 17.3, where account is taken of 
the bearing of the quantum theory on the interchangeability of identical 
molecules). 

Table 27. Coefficients of diffusion* 


Gases 

(cm.*/sec.) 

O’, a X 10* 
(cm.) 

J(o-i + (Ta) X 10* 
(vise.) 

He-A 

0-641 

2-61 

2-92 

Hj-D, 

113 

2-53 

2-74 

Ha-Oa 

0-697 

2-94 

317 

H,-N, 

0-674 

3-01 

3-24 

Hj-CO 

0-651 

3-05 

3-25 

H,-COa 

0-550 

3-30 

3-68 

H,-CH4 

0-625 

3-14 

3-44 

H,-^SOa 

0-480 

3-52 

4-11 

Hj-NaO 

0-535 

3-35 

3-70 

h*-c,h, 

0-625 

3-53 

3-84 

Oa-Na 

0-181 

3-45 

3-69 

Oj-CO 

0-185 

3-41 

3-69 

Oj-COa 

0-139 

3-73 

4-12 

CO-N. 

co*c6. 

0-192 

3-44 

3-76 

0-137 

3-83 

4-20 

CO-CaH4 

0-116 

4-38 

4-36 

Cpa-Na 

0-144 

3-74 

4-19 

COa-CHa 

0-153 

4-08 

4-39 

COa-NaO 

0-096 

4-30 

4-65 

Ha-Air 

0-611 

— 


Oj-Air 

0-178 


.... 

COa-Air 

0-138 



CH4-Air 

0-196 

— 

— 


14.7. Thermal diffusion. As noted in 14.1, the velocity of diffusion has 
a component due to non-uniformity of the temperature in a gas-mixture. 
This depends on the coefficient k^, which is known as the thermal-diffusion 
ratio. Diffusion due to this cause is called thermal diffusion. It has been 
directly measured, and has also been recognized as a disturbing factor in 
experiments for other purposes.f 

In a vessel containing a mixed gas, if different parts are maintained at 
different temperatures, thermal diffusion will result, and will tend to make 
the composition non-uniform. The concentration-gradient thus set up is 
opposed by the ordinary process of diffusion tending to equalize the com¬ 
position, and in time a steady state is reached, in which the opposing 
influences of thermal and ordinary diffusion are balanced. Then, by 14.1,i, 

dr dr' 

* In this table the values of for N|-CO and N^O-COa are those of Boardmon 
and Wild (reduced to 0° C.), that for Hj-D, is that of Heath, Ibbs and Wild (i*roc. 
Hoy. Soc. A, 178, 380, 1941) similarly reduced, and that for CHa-Air is due to Coward 
and Georgeson (J. Chtm. Soc. p. 1085, 1937); the others are taken from the Jnlcr- 
national Critical Tables. Most of them are mean values; reference should be made to 
the original sources to determine the value of Du for particular concentration ratios. 

t Emmett and Shultz, J. Amer. Chem. Soc. 55, 1376, 1933. 
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If ky is treated as a constant, integration gives 

^10 = - ky loge T + const. 

This equation shows how the proportions of the mixture are related to the 
temperature distribution. However, although k^. is usually nearly inde¬ 
pendent of the temperature, it varies considerably with the composition, 
and I is therefore valid only when the variation of composition in the vessel 
is small. 

The usual method of measuring ky is by determining the steady con¬ 
centration-ratios in two chambers in free communication with each 
other, containing a gas-mixture, and maintained at different temperatures. 
If the temperatures and the corresponding concentration-ratios are T, T' 
and nio, ^rom i it follows that kj. = (n[Q~n^Q)^\og^(TjT). Since k^ is 
determined by equilibrium experiments, it is more easy to measure than 
some of the gas-coefficients that we have considered. 

It is possible to separate isotopes and, in some cases, gases of equal 
molecular weight, by means of thermal diffusion. The method is, however, 
subject to the limitation that, as becomes small, kj. also becomes 

small. Thus thermal diffusion is not very effective in the last stages of the 
purification of a gas, a defect which it shares with other methods depending 
on diffusion. 

The degree of separation produced by thermal diffusion is not large; for 
example, in a mixture of 32*7 per cent, hydrogen and 67*3 per cent, nitrogen, 
when the temperatures of the hot and cold chambers are 274® C. and 
11 ® C., the percentage separation 100 (nio- 7 ii(,) is only 3-67. The values of 
ky found by experiment are in general less than OT. (See note D, p. 399.) 

14.71. The ihermal-diffttsion ratio k^, and its sign. The first approxima¬ 
tion to ky was given in 9.83,i; it is 

[ky], = 5(C-1) , .X 

where *^2 ^21 + Q 12 

Si = — — .2 

Ql = (JfiE/|>i]i){ 6 Jlf| + ( 5 - 4 B)ilf 2 _,_ 8 i»/^j^ 2 A}, . 3 

Qi 2 = 3(Jlfi -(5 - 4 b) -h 4.M^M^a( 11 - 4b) -h 2 eW i. 4 

with similar relations for Sg, Q2; the quantities a, b, c, e are defined in 9.8. 
If B < 1, as is the case for rigid spherical molecules and centres of force 
(/c/r*'), Ql, Q 2 , and Qi2 are essentially positive. If Wg/^i is small, i approxi¬ 
mates to 

LKyji Oic ; 7120 E/[/ 4 i]i) {(oMl + {5-^^)M\+HM^M^Ay 

showing that ky 0 as Tigo approaches zero. 


5 
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Further approximations to ky involve very complicated algebra, and no 
general expression for them will be given here. For a Lorentzian gas (10.6), 
however, the effect of these further approximations has been calculated; 
for example, the exact value of kj. for centres of force of the type Kjr^ is in 


this case (cf. 10.51,4) 



V— 5 

^ 2(v-l) ’ 



whereas the corresponding first approximation [ky]i (obtained from i by 
making n^jn^ tend to zero, and neglecting the effect of encounters of pairs 
of molecules of the second gas) is given by 

[M. - 5(C-.)»,/(5-«) - 

Thus for rigid elastic spheres ( 1 ^ = 00 ) the first approximation to ky gives 
(= 0-77) of the true value, and for 9 it gives f (= 0*89) of the true value; 
the error tends to zero as v-y5. The error of the first approximation is 
larger for ky than for any other of the four first gas-coefficients. 

For rigid elastic spheres, of diameters cr^ and 0 * 2 , the coefficients Si, Sg 
appearing in i are given by 

51 = .8 

5 2 = i{2^M2Mi*((Tjor^z)^-Mi{15Mi-7M2)}. . 9 

Consider the signs of these expressions, which determine the sign of ky. 
Suppose, for example, that 0*1 = 0*2 = 0 * 12 . Then 

51 = 

52 = 



If nil > wig, then Mi>^> M 2 ; hence Si > 0, S 2 < 0 . Also c = 6/5, so that c — I 
is positive, and Qi, Q 12 , Q 2 are all essentially positive in the present case. 
Hence, by i, ky will be positive. Since for most ordinary molecules <ri and 
0*2 do not differ greatly, ky is in general positive if wii > m 2 . To find the sign of 
ky when mi and mg are nearly equal, we put mi = mg in 8 and 9 . Then 






Thus if O'! > (Tg, so that (Ti > 0*12 > 0 * 2 , Si is positive and Sg negative, and so 
ky is positive. 

The sign of ky when the molecules are rigid elastic spheres, is accordingly 
as follows: 

(i) If mi and mg are not too nearly equal, ky > 0 if mi > mg. 

(ii) If mi and mg are very nearly equal, ky > 0 if 0*1 > (Tg. 
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By 14.7,1, this implies that, if and Wg are not too nearly equal, the 
heavier molecules tend to diffuse into the cooler regions, whereas if and m^, 
are nearly equal, the larger molecules tend to diffuse into the cooler regions. 

If the molecules are not rigid elastic spheres, the values of s^, Sg, Qi, Qg, Q 12 
■will usually not differ much from those found for elastic spheres; it is the 
factor (c - 1 ) in I which alters most with the model. For example (cf„ 10.3,ii) 
if the molecules are centres of repulsive force varying as the inverse j^h 
power of the distance, c— 1 has the value (i^—5)/5(r^— 1), which decreases 
to zero as v decreases to 5, and is negative if v < 5, For most actual gases 
v > 5 ; hence the sign of ky is that of except when and wig are too 

nearly equal, when it is positive or negative according as the molecular 
fields of the molecules or the molecules are the more extensive. 
Owing to the factor (c — 1), however, kj, will be smaller for actual gases than 
for gases composed of elastic spherical molecules. 

In a gas that is largely or completely ionized, the principal inter-molecular 
forces, except at short distances, are electrostatic, corresponding to = 2. 
In this case, if and mg are not too nearly equal, the heavier molecules 
(or ions) will tend to diffuse towards the warmer regions. This must happen 
in the sun and the stars, where thermal diffusion will assist pressure diffusion 
in concentrating the heavier nuclei towards the hot central regions. 


14,72. The variation of with the concentration-ratio. The observed 
variation of ky with the proportions of the mixture is illustrated in Fig. 10, 



Figure 10. Thermal diffusion in mixtures of hydrogen and nitrogen. 
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which refers to mixtures of hydrogen and nitrogen. For comparison a second 
curve has been drawn, giving the values of calculated from on 

the assumption that the molecules are elastic spheres; the diameters used 
are those found from viscosity determinations (Table 19, 12.4). The two 
curves are similar, though not identical, in shape. The ordinates of the 
theoretical curve are about twice as large as for the experimental one; this 
difference in scale is due to the fact, noted above, that ky is larger for elastic 
spheres than for other models. (See note D, p. 399.) 


14.73. The index of intermolecular force. The marked dependence of kj, 
on the law of molecular interaction may be used to determine this law, and in 
fact this appears to be one of the best experimental methods for the purpose. 
Let denote the ratio of the observed value of k^. for any mixture-ratio 
to the corresponding value of [ky]i calculated from 14.7l,i on the assump¬ 
tion that the molecules are rigid elastic spheres. Then is found, in general, 
to depend on the mixture-ratio; its range of variation is, however, not large, 
and a mean of its values for mixtures of different proportions can be found. 

For the special case of a Lorentzian gas the theory provides an exact 
value for i?^; if molecules of opposite types repel with a force then 

by 14.71,6,7 (putting v = oo in the latter), 


n _ *^12 ~ ^ 

^ 10 I 


Though this relation is strictly true only in this special case, the value of 
for other models is likely to be similar, so that x may be used to obtain 
an approximate value of Vi 2 * 

Table 28* gives the values of R^ obtained for several pairs of gases (the 
viscosity radii of the molecules being used in calculating [kyj^), and the 
values of 1^12 calculated from these, using i. For comparison we also give 
the values of V 2 obtained from viscosity measures for the two gases in 
the mixture. The values of P 12 ^^e in general smaller than would be expected 
from the viscosity results. Since the calculation of R^, involves three 
observed quantities, ky, /i^ and /fg, some discrepancies due to experimental 
errors are to be expected; but the major part of the discrepancies is prob¬ 
ably due to the approximate nature of i, which is strictly applicable only 
to the Lorentz approximation. 


* The values of in Table 28 are due to T. L. Ibbs, to whom, with his collaborators, 
is due most of our knowledge of the experimental values of kj*. In his earlier papers, 
using these values of i?j, he inferred values of Vn higher than those in Table 28; his 
deductions were based on the Lorentz approximation, but he omitted the factor { J in z. 
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Table 28. Values of derived from thermal diffusion 


Gases 

y 


simple gases 

0,-H, 

0-48 

7 3 

7 * 6 , 

11*3 

Na-A 

0*47 

7-2 

8 - 8 , 

7-35 

H,-N, 

0*58 

8*2 

11 - 3 . 

8-8 

H^A 

0-65 

9-0 

14 - 6 , 

7-35 

H,-Ne 

0-74 

11*4 

11 * 3 , 

14-5 


0-47 

7*2 

11 - 3 , 

5-6 

He-Ne 

0-80 

n -4 

14 - 6 , 

14-5 

Ne-A 

0-54 

7-9 

14 - 5 , 

7-35 

He-N* 

0-71 

9-9 

14 - 6 , 

8-8 

He-Kr 

0-63 

8-7 



He-Xe 

0*59 

8-3 


A 

Ne-^Kr 

0*51 

7-6 



Ne-Xe 

0*43 

70 



A-Kr 

0-19 

5-7 



A-Xe 

0-17 

6-6 



H,-Radon 

0-32 

6-3 



He-Radon 

0-47 

7-3 


— 

Da-Ha 

0-62 

8-6 



D*-N, 

0-58 

8-2 



Kr-Xe 

0-08 

5-2 


•• 


14.74. The dependence of ky on the temperature. As the temperature is 
lowered below 0°C., a decrease of ky is observed for many pairs of gases.* 
This may be ascribed either to a decrease in the hardness of the molecular 
field with increasing distance (so that the effective force-index less at 
low temperatures than at high) or to molecular attractions at large dis¬ 
tances. For example, when the force of interaction between two molecules 
of opposite types is supposed to be representable by Lennard-Jones’s formula 



the expression for ky for the Lorentz approximation is of the form 

(cf. 10.51 l,i). Thus if S is positive ky decreases as T decreases. 

The sign of in i is that of 10.51 l,i, and (cf. Table 5, 10.42) 

^i(*^) is positive only if v is greater than about 12 . Hence, according to i. 
a decrease of ky with temperature implies the influence of attractive fields 
only if Vi 2 > 12 ; if Vj 2 < 12 it implies a field which is repulsive at all distances, 
but softer at large distances than at small. A similar ambiguity was noted 
in the application of the Lennard-Jones model to viscosity (12.33). 

This ambiguity makes it impossible to derive reliable information about 
the attractive and repulsive fields, simultaneously, using thermal diffusion 
data alone. The most recent work has suggested that the variation of ky 
with temperature is mainly due to molecular attractions; the attractive 

• Mixtures containing COg are anomalous in that k-/* is nearly constant below about 
146®C., with a definitely higher value above this temperature. 
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and repulsive fields are comparable in importance, for most gases, and 
formulae like i, which take the attractive field into account to the first order 
only, are inadequate. For hydrogen and helium the variation of viscosity 
with temperature indicates small attractive fields, and repulsive fields 
varying according to an inverse-power law; thus it is to be expected that 
mixtures of hydrogen and helium will show little variation of kj. with 
temperature, which is actually the case.* On the other hand, mixtures of 
hydrogen with carbon dioxide and ethylene also show no decrease of ky 
with temperature; this is unexpected, since neither for carbon dioxide nor 
for ethylene can the viscosity measures be reconciled with a pure inverse- 
power repulsion. (See notes D, E, F, pp. 399, 404, 408.) 


EXPERIMENTAL PAPERS ON THERMAL DIFFUSION! 

S. Chapman and F, W. Dootson. Phil. Mag. 33, 248-53, 1917, for COj-Hj, SO,-H,. 

T. L. Ibbs. Proc. Roy. Soc. A, 99, 385-96, 1921, for CO,-H,; 107, 470-86. 1925 

for CO 2 -H 2 , Hj-Nj,, CO 2 -N 2 , H^-A. 

G. A. Elliott and I. Masson. Proc. Roy. Soc. A, 108, 378-85, 1925, for CO,-H 
COj-He, Hj-He. 

T. L. Ibbs and L. Underwood, Proc. Phys. Soc. 39, 227-37, 1927, for COj-N,, CO- 
COj, Na-NjO, CO-N 2 O, COj-O^, N^O-O^, CO,-H,. N,0-H„ CO-H,, N,-H„ 

C TT XX • • * » 1> 

T. L. Ibbs, K. E. Grew and A. A. Hirst. Proc. Phys. Soc. 41, 456-75, 1929, for CO - 

Hj, NjO—Hj, C 2 H 4 —Hj, Ng—Hj, CO—Hj, Hj—A, Hj—Og, Ng—A; all at low tempera¬ 
tures, in many cases down to — 192* C. 

J. W. H. Lugg. Phil. Mag. 8 , 1019-24, 1929, for COg-H,; up to 464* C. 

T. L. Ibbs and A. C. R. Wakeman. Proc. Roy. Soc. A. 134, 613-27, 1932, for CO,-Hj. 

COj-Ng; (for comparison with viscosity data, see also pp. 628-42). 

T. L. Ibbs and K. E. Grew. Proc. Phys. Soc. 43, 142-56, 1931, for He-Ne. Hg-Ne, 
He—A, Ne—A, He—Ng; down to — 190* C. 

K. E. Grew and B. E. Atkins. Proc. Phys. Soc. 48. 415-20, 1936, for H,-N, D.-N 

H^Ng. t 2. t 1. 

O. Bliih and G. Bluh. Z. Phys. 90, 12-37, 1934, for Hg-Ng, Hg-COg. 

M. Puschner. Z. Phys. 106, 597-605, 1937, for He-Ne, He-A. 

G. E. Harrison. Proc. Roy. Soc. A, 161, 80-94, 1937, for Hg-Em. He-Em. 

B. E, Atkins, R. E. Ba.stick and T. L. Ibbs. Proc. Roy. Soc. A, 172, 142, 1939, for all 
pairs among He, A. Ne, Kr. Xe. and for He-Em. 

H. K. Heath. T. L, Ibbs and N. E. Wild, Proc. Roy. Soc. A, 178, 380, 1941, for H,-D 
and Hg-He. * 

* However, the quantum theory of interaction for hy<lr<)gen and helium differs from 

the classical tlieory, and to<» much weight must not be put on results for these gases. 

t This list IS complete up to 1937, untl gives later papers from which data for 
Table 28 have l>een drawn. 
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Chapter 15 


THE THIRD APPROXIMATION TO THE 
VELOCITY-DISTRIBUTION FUNCTION 


15.1. Successive approximations to f. In Chapter 7 it was shown how the 
velocity-distribution function / for a simple gas can be determined by 
successive approximation to any desired degree of accuracy; the first, 
second, third, approximations areIn 
7 15 it was pointed out that... are respectively proportional 
to n} ••• where n is the number-density of the molecules. Hence the 

later terms in the approximations become relatively more important as 
the density decreases. 

The first approximation,is identical with Maxwell’s function 


mC* 






\3 


m \ 
2nkT} 




X 


For/^^^ the following expressions can be derived from the results of 7.3 
and 7.31: 




O d 


= - (AC^) ^ i ^ + Bm W: 


-Tdr 


dr 


^0{ > 


and so we can write 


/(!> ^ .4'(C) C . ^ + £'(C) CC : Co 


where A\ B' denote functions of C and T, defined by this equation. In 
virtue of 1 . 31 , 7,9 we can in z and 3 replace the velocity-gradient tensor 

A Co by the rate-of-strain tensor e = g- Co or by its non-divergent part e, 

dr 

without altering the relations. 

We can readily estimate approximately the ratio or In the 

notation of 7.51 and 7.52, first approximations to A and B are 

A = aia'« = a, 

B = 6ib<« = 6,-Sf 

Oi = ccja^i = — — A/^ii = ^Fii- 


where 
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Now (cf. 9.7) = 

viscosity is 


The Third Approximation to 


[15.1 


6ii, and the first approximation to the coefficient of 

[ji\ = 


Hence to a first approximation 


= ~Zpl2kT, bi = 2/i/feT 

whence it follows that 



0 ( 1 ) 




3r 



Taking to be of unit order of magnitude, the numerical values of the two 
terms in for helium at N.T.p. (p = l* * * § 013x 10®d3me3/cm.2,p = l*89x 10-® 
gm./cm. sec., (2A:/7nT)* = 3-87 x 10^ cm./sec. deg.), are 


1*08 X 10-’ 


dT 

Br 


and 


3-7 X 



Clearly in this case is small compared with /<«>, if the gradients of the 
temperature and the velocity are of order 1 deg./cm. and 1 sec.-^ respec¬ 
tively, At densities 10“® of the normal density, however, with similar 
gradients, becomes comparable with /<®>, and it is necessary to examine 
whether is not of the same order. In doing this we shall confine our 
attention to a simple gas, so that diffusion will not be considered to any 
further approximation. 

Burnett* has worked out the complete third approximation to f for a 
simple gas. Incomplete third approximations had already been given by 
MaxweU'l' and by (Lennard-)Jones,J who included terms involving second 
derivatives of T and Cq, but ignored squares and products of the first 
derivatives (thus avoiding some of the chief mathematical difficulties of 
the problem); Enskog§ gave a solution which included products of the 
temperature gradients (but not those of Cq). 

Burnett s solution will not be given here in full; the equation to determine 
will be considered so far as to infer from it the nature of the various 
terms in/^^), but their exact expressions will not be derived. It will be shown 
that the new terms introduced by into the expressions for the thermal 


* Burnett, Proc. Lond. Math. Soc. 40, 382, 1935. 

t Maxwell, Phil. Trans. Roy. Soc. 157, 49, 1867; CoU. Papers, 2, 26, 1890. 

t (Lennard )Jones, Phil. Trans. Roy. Soc. A, 223, 1, 1923. 

§ Enskog, Inaug. Diss. Upsala, ch. 6, 1917. 
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flux q and the pressure tensor p can be determined without solving the 
equation and the magnitudes of the terms will be roughly estimated. 

15.2. The integral eqtiaiion for The equation to determine jg 
(cf. 7.12,1, 7.14,19) 

a,/(0) ^ ^ ^ a/u) _ ^ a/d) 


- j(/«»/p>) - ) = 

In this write 

then it becomes, by 7.12,3, 


dt 


+ 


dt 


-he. 


dr 


+ F, 


dc 




^y(O)0(2). 


I?-'..,/a,/,,, 


dt 


dr 


dc 


The various terms on the right of z are developed as follows. Using 

7.14,9,11,13. we have* 


djJ^ 

dt 


^ /<*> ^ (log ™ “ i log ^ - 


mC^\ 

2kT} 


= /( 0 ,(^ 2 _ 3 )_ 




dt ■ kT 


dt 


p 


(§^2-l)( 


— On -f 


dr 


dr 


.qr<») 


+ C^:pa) 


Regarding/*'^ as a function of C, r, we may write (cf. 3.13,3, 7.14,14) 


3./'« , c ^ + F ^ 

_^ + c. 3 ,. ae 




Dt 


dr 


(t? ■^o^o\ 


0^(1) 0^(1) 


a 


C: — c 


Z)« dr /jSr'aC dC 




♦ In the derivation of equations 3-9 use is made of the tensor relations (cf. 
1.32.6 and 1 . 2 , 7 , 8 ) ^ 

6.(a.w) = 6a:w. ^^{C.A) = A 


dc^' ac 


(where A does not depend on C). and also of the following, proved in the same way as 

1.33,3 


a o = 

g^(L:CC) = 2C.L. 


u-m-ii-y 


dT ( d\dT 


• dr) dr * 


where L does not involve C, and a, b are functions of r. It is to be remembered in 
deriving 6 that C is regarded as independent of r. 
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Now, using the expression 15.1,3 for/^^\ 

c. +1?; CC : 1 o. + ^ -c. 11 (cc 4 c.)., 

8i' \ ST 0r ST 0r ^ 0r/0r 0r\ dr ®/ ® 

O 

ac ” d?- ec^^^ ar Br^ .^ 

and, using 7.14,i6, 

Dt ~ Ut’ S»- 37’ 9»- “j 3 \ar-*^“j 

.» 

The time-derivatives on the right-hand side of 7 can be determined in terms 
of space-derivatives; for, by 7. 14 , 16 , 15 , 

^o/3T\ R,„ 

/)^ \ 0r ' \dt ® * 0r/ 0r 

a /SoT ST\ / S \ ST 

“ ar\ arj lar‘^“/ a»- 

-3/^3 \ /3 \ ST 

3 ar i ^ a»-■‘^®) (ar*'") ar’ * 

a(s'')-(s+''" 4 )l-‘'" 

.« 

It is, however, more convenient for the present to retain the time-derivatives 
in 7 . 

/ S 

Again ( cf. 7.1 1,2 and 15.1,3, replacing ^<*0 by el 

/ ST ?T\ / ST o o 

^(/'•'/r') = 'C. ^; r,. 'C. ^ 5; C, C,: e 

/ 00 rT\ 00 00 

+ B'CC: eA ; C\ . U J{B'CC: eB[ C\C ,: e).xo 


The first and fourth of the expressions on the right of this equation, as 
may readily be seen, are even functions of C; the second and third are odd 
functions. 
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Combining the above results, we obtain an expression for -n 2 /( 0 < 2 )) 
the sura of numerous terras which can be divided into groups as follows. 
First there is a part involving only the scalar C\ this is 




dp dT 

dr dr 


zi 


Next there is a part of odd degree in C, which after suitable rearrangement 
takes the form 


Lmc ^ 
r 


dr 


.(1) 


dT ac2 

0 




&rj 

dT\ 2 dB' _ _ dp 


-§^( 

■ (S(-^) -(s'-") 'iH i--i*' -s) 


p or or 

ac“ 


)(CC:e)(c.g) + j(^'€.g5iC,C,:l) 


+ 


/ o dT\ 


12 


where 


0 r ® dx 


+ 


du' 


13 


dy cz 

that is, A is the divergence of the mass-velocity of the gas. 

Finally, there is a part of even degree in C, w’hich may be expressed as 

follows: 






dT 




e) + B 


'CC:^ 


X»n o ° d 

^(e)-2e.^e 


^ l^T\ 2dA' dp^ 


er ar^ 

dB' 


{a'c . 


dr 


'C 


- 2 (CC: e) (CC : e) + J(B'CC: eB '^: e). 

cu 


14 


15.3. The second approximation to the thermal flux and the stress tensor. 
The equation 15.2,2 for/^^> or has been solved by Burnett by the methods 
applied to obtain/<« from 7,3,7. His solution consists of a set of terms, each 
of which is the product of a function of C and a spherical harmonic function 
of the components of C, that is, a homogeneous polynomial T in U, V, W, 

satisfying the equation 

a dW d^W d^W d^T _ 

dU^'^ dW^ 
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The unknown functions of C are determined by expressing them as series 
of the functions of 7.5. 

It is, however, possible to ascertain the new terms in the thermal flux q 
and in the stress tensor p without obtaining 0 ^ 2 ). 


g<2) = \f(2)lniC^Cdc 



2kT\^ 


m 


j J/(O)0(2)^2.g»^C 


= kT\ 


2kT\^ 


m 




j^^U(A)dc 

2kT\i 



m 




= p 


2kT\^ 


m 


j J<4/(<?<») dc, 



using 7 . 12 , 4 , 7.31,2 and 4. 4 , 7 , 8 . Similarly 



= //(»mCCdc 


= J/(«>0<«wCCdc 


= 2kT 

= pJ<p<2)7(B)dc 
= p[0<2), B] 

= pJB/(<P<«)d!c, 



using the same relations, and 7.31,3. Since — is given 

15 . 2 , 11 , 12 , 14 , expressions for and p® can be derived. 


as the su 


II 



Since A = B = . 3 

it follows from 1.42 that the groups of terms 15.2,zx,x4 will not contribute to 
nor the terms 15.2, 11,12 to p< 2 ). Again, the contribution to firom the 

first term of 16 . 2,12 (the only one of these terms that does not depend on 
A' or B') is 


p /2kTY 


m 




dr 


: p(«dc = 


2kT ^ 
3mn^ dr 
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which vanishes, by 7.31,6. Each of the other terms of 15.2 ,12 make contri¬ 
butions to thus we can write 




dr 



5r 



dr 


pp dr 


p dr 


o dT o 


the vectors in this expression being the only ones which can be formed 
from the elements involved in the terms of 1 5 . 2 , 12 ; the coefficients of the 
vectors are so chosen that 0^^ 0^ and 0^ are pure numbers. In the 

second term we can substitute for the time-derivative from 15.2,8, when the 
expression in the bracket becomes 


2 d 

3 ^ 




dT 



The coefficient of the last terra in 4, namely ^ 5 , is the only one which depends 
on the integrals J. 

Since e and A both depend on the space-derivatives of Cq, every term in 4 

depends on such derivatives. If the gas is at rest, or in motion uniform in 

space, = 0, and q — —XdT/dr not only to the second but also to the 

third approximation. The third approximation, moreover, introduces no 

terms depending on the second or higher space-derivatives of T, nor on 

squares or products of derivatives of T; it does, however, supply a thermal 

o 

flux even when T is uniform, if either ^ or d or e is not uniform. 

In the same way, we can show that 



O 

Ae + vy2 




o 


O 0 0 \ 

{e)-2^Co.ej + c73 


O 

'TJt 

pTdr^ 


O 

*ppT dr dr 


+ ti7s 


o 

dT~^ 

pT^ dr dr 


+ tZ76 


o 


p^o o 

— e. e, 
P 



where vj^y rn^y w^y m^y and tuq are pure numbers; the tensors in this ex¬ 
pression are the only symmetrical and non-divergent tensors that can be 
formed from the elements involved in the terms of 15 . 2 , 14 , and (cf. 2 , 3 ) 
p( 2 ) is both symmetrical and non-divergent. The coefficients and ru^y and 
no others, depend on the integrals J in 15 . 2 , 14 . The expression in the 
bracket of the second term is, by 15.2,9, equal to 



7 
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Thus the third approximation to the stress-system introduces terms 
depending on (a) products of first-order derivatives of the mean motion C(,; 

1 JO o 

( 6 ) first-order derivatives of products of first-order 

derivatives of the temperature with each other, and with the first-order 
derivatives of the pressure; and (d) second-order derivatives of the tempera¬ 
ture. The terms (a) depend not only on the elements of the rate-of-strain 
tensor e, but also on the anti-symmetrical part of the velocity-gradient 
tensor 0/9rCo, and therefore they have a part depending on the vorticity 
of the motion (J curl Cq). Similarly the contribution to g<2> from the second 
term of 4 includes a part proportional to 


?T 

g- A curl Co 


15.4. The terms in The coefficients of those parts of p( 2 ) 

that do not depend on the integrals J can be fairly easily estimated; the 
others involve more difficult integrations, but their orders of magnitude 
can be inferred without an exact calculation. 

By 15.1,2,3,4, to a first approximation, 

A = = -1) B = B{<^) ^.I 




B'(C) = - 





Hence, remembering that= mC’^j'lkTy 


cT 


m 


yinkT) ^ 









m d//] 






Using these expressions, we can obtain approximations to the various 
coefficients in 15.3,4,6. 
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As noted above, the first term of 15.2 ,12 makes no contribution to 
By 15.3,1, the second term contributes the expression 

3 n \ m / I \ dT 


dCVV ■ 9 »’/ 


dc 






m 


dr 



by 1 .* 12 , 4 . Inserting the above values for A and A\ we get 
/7 Td/i\ .dT 


pT 


\2 pdTf Sr 


SO that in 15.3,4 




The coefficients 6 ^, 6 ^ and 0 ^ are similarly determined, using 1.42 ,4 and 1.421: 

^2 = -V-. 03 = -3, ^4=3. .5 

The coefficient 6^ depends on the integrals J in 15.2, 12 . We find that the 
contribution of the seventh term of 15.2 ,12 to is, to the present approxi- 

3/<2/3r> Tdp\?T o 
pT\i^ p dT) Sr 

The contribution of the terms involving the integrals J is 




o 

e 


?T o cT o 

+ A'{C,) Cl. ^ B\C) CC : e -A'(C') C' . ^ B'{C[) C[C[ : e 


dr 


dr 


-A\CA c: . ^ B\C') CC ': e k^d^dcdv^. 

or ) 

using the definition of J (7. 11 , 2 ). Transforming by methods similar to those 
of 3.54, this becomes 

_ {a'{C) V . -J- fi'(Ci) CiC’i: e{A+Ai-A'-A[) k^dVidcdc^. 

n \ m J j or 

Inserting the above approximate expressions for A, A'(C), and B'(C)^ 
and using the relation + = + expressing the conservation of 

momentum, we get 




cT 


O 
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Now, by 10.321,7, 

hidk 

= + <^2 - ^'2 _ <g ’;2 •g'^) g 6 db de 

Using this result and taking and f as new variables of integration we can 
evaluate the integral; it is found to equal 


\Sp^ dT 
5pkT^ Br 


S(i2i2>(3)-|^P(2))- 


In particular, for Maxwellian molecules (for which i, 2 and 3 are exact) the 
expression vanishes; thus it may be neglected to a first approximation, and 


we get 







15.41. The terms in p'^'. The magnitudes of the various coefficients in 
the expression 15.3,6 for p«> can be found similarly. The four coefficients 
which do not involve the integrals J are, to a first approximation, given by 


4/7 T dfi\ 

fidTj’ 




The contributions to p«' from the fifth and seventh terms of 15 . 2,14 are 
found to be o 


and 

pT dT dr dr p 


respectively. In determining the second of these contributions it is necessary 
to use the integral theorem 

o 

Je-''f‘'^%’(W;e)(W;e)d«’ = 155^ .2 

which is proved in the same way as 1.421. The contributions to p'’*' from the 
sixth and eighth terms of 15. 2 , 14 , which involve integrals J, are found in a 
way similar to that used in determining the contribution to from the 

integrals J\ in integrating, we use 

Oiy O 




M (<<?% + 'g’j'g’, - «’'V - <ii\^'y)gbdhde 


which follows from 10 . 321 , 9 ; in the second integration we must also use a 
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The contributions are thus found to be 

9/i 


dT'dT 




and 


128 / 4 ^ 

ZbjpkT 


o o 


{^n3)-|^n2)}e.e 


respectively. Since both of these expressions vanish for Maxwellian mole¬ 
cules, they may be neglected to a first approximation, and so 



3T dfi 

~Jdf^ 




The values of the coefficients 0^ given in this and the preceding section 
are exact for Maxwellian molecules, and it may be expected that they will 
be not far from the true values for other molecular models. The coefficients 
Wa, were calculated more exactly by (Lennard-)Jones for rigid spherical 
molecules, using third approximations to A, B (and A\C), B'(C)) in place 
of the first approximations used above; his values are respectively 1*013 
and 0-800 times the values given by i. Burnett gave a general formula for 
the terms in for the case of molecules repelling as r-'' (including, as a 
limiting case, rigid elastic spheres), and determined the coefficients for 
Maxwellian molecules and for rigid elastic spheres, using fourth approxi¬ 
mations to A and B. For Maxwellian molecules his results agree with i 
and 3 ; for rigid elastic spheres his results are equivalent to 

= 1-014 tzT,= 1 - 014 x 2 , zn3 = 0-806 X 3.1 

= 0 - 681 , tJTg = 0-806 X ^^- 0 - 990 , 736 = 0 - 928 x 8 , 


expressions which indicate the factors by which the various first approxi- 
mations are multiplied. 

For molecules repelling like r-' the expressions for and p<2> are slightly 
simpler than the general expressions 15.3,4,6. In this case, because the 
integrals for different values of r and s all involve the same power of 

T (cf. 10.3) we can prove that A'{C) and B'(C) can each be expressed as the 

product of fijT^ and a function of ^; thus 
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and the second and third of the terms of 15.2,xz involve identical ^notions 
of C, and so also do the Hrst and second of the terms of 15 . 2 , 14 . It follows that 


2/7 T dfi 

3I2 




!<- 


dT 


2 > 


W 


__ 211 T d/i\ 
^ 3\2 jidTj 


tZT. 


This explains the appearance of the same factor 1-014 in the expressions 
4 for nr, and nr,; the reason for the appearance of 0-806 in the expressions 

for V 7 ^ and ^5 is similar. 

15 5 . Numerical estimate of q<«. Consider now the magnitudes of 
the different terms in the expressions for g«>, p«> Remembering that 
iTlp)(d^.ldT) is a pure number whose value for ordinary gases bes 
between i and 1 (cf. 12.31), we see that all the coefficients 8, and nr, are 
less than ^ and they do not differ greatly in order of magnitude. 

The first and last of the terms of 15.3,4, which both involve products 

of temperature and velocity-gradients, with similar coefficients may be 
expected to be of the same order of magnitude. Again, if the scal^ of the 
space-variations of temperature and velocity can be taken to be of the same 

order, then the quantities 


T 


dr ’ 


T 


dr 


o 

.e, 


^ A 

dr * Br 


dr 


are of the same order, and the second and fourth of the terms of 15.3,4 are 

also comparable with the first term. 

In adiabatic motion, like that in the propagation of a sound wave, 

I dT , 1 

-and — -x- 

T dr p Br 

are of similar orders of magnitude. In nearly steady motion, however such 
Tis considered in viscosity experiments, the second of these quantities is 
much smaller than the first is in experiments on thermal conduction; for 




D^c 

Dt 



and as mlkT is of order 10-» sec.^/cm.^ this is normally very small The 
third term of 15.3,4 is accordingly not to be considered as in general larger 
than the first, as regards order of magnitude, so that m this respect we can 

consider the first term as typical of the others. 
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The thermal flux given by the second approximation to / is 



0r 



The ratio of the first term of to this is of magnitude 

\5nkT \2 ydTJp 

by 15.4,1- Now fi is of order 10“‘‘ c.g.s. units for ordinary gases, while a 
pressure of one atmosphere is equivalent to 1*016 x 10® dynes/cm.2; hence, 
with velocity-gradients of the order 1 sec.~^, the thermal flux given by the 
third approximation is completely negligible at pressures greater than 10~® 
atmosphere. At pressures less than 10“® atmosphere, the mean free path 
of a molecule is comparable with the dimensions of ordinary laboratory 
apparatus; in any case the usual theory of stress in the gas must then be 

modified. 

The third approximation to is the less important because it depends 
essentially on the motion of the gSrS, and vanishes when the gas is at rest. In 
general, when the gas is in motion the transport of heat by convection is 
much more important than that by conduction. 

15.51. Numerical estimate of Analysis similar to that of 15.5 shows 

that in the expression 15.3,6 for the first, second and last terms, w'hich 
involve products of velocity-gradients with similar coefficients, are com¬ 
parable in order of magnitude, and also that the first term becomes compar¬ 
able with p<^> only if fiAjp is comparable with unity. Thisj-esult Burnett 

interprets as follows. Since (i = \apCl (6.2,i) and p = where u is a 

number of order unity and I the mean free path, pjp is of the order of IjC or of 

^/(velocity of sound). 

Thus the term in question is comparable with p‘^> only if A is so large that 
the mass-velocity of the gas alters by an appreciable part of the velocity of 
sound in a distance equal to the mean free path. Such conditions, Burnett 
suggests, may be realized in the “shock” wave which accompanies a pro¬ 
jectile moving with a velocity greater than that of sound, since the transition 
from gas carried along by the projectile, and sharing its velocity, to gas 
virtually unaffected by it is almost discontinuous. Apart from extreme cases 
like this, however, the term in question is unlikely to be important at 
pressures above 10"® atniosjihere. 
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The thermal stresses given by the third and fifth terms of 15.3,6, and 
also, under special conditions, the stresses given by the fourth term, are more 
important. For example, compare the stress-tensor 


o o 

^^pTdrbr ' pT dr dr 


with or 




The ratio of the coefficients of the tensors appearing in these expressions is 
equal in magnitude to ^fij2pT, which is of order cm.^/sec. deg. for 
gases at n.t.p. Hence with a velocity-gradient of order 1 sec.~^ and a value 
for 

o 

0 /^\ 

Blar/ 

of order 1 deg./cm.^ the temperature stresses are not completely negligible 
compared with the ordinary viscous stresses even at ordinary pressures, and 
might affect a viscosity experiment in which inequalities of temperature 
were permitted to be present. To detect them in a purely statical experiment 
is, however, a matter of considerable difficulty, though Maxwell suggested 
that in radiometer phenomena (at pressures of order 10“® atmosphere) 
their mechanical effects may be observable. Their effect might also, like that 
of the stresses due to the velocity-gradients, be important in considering 
“shock” waves, (See note G. p. 409.) 
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Chapter 16 

DENSE GASES 

16.1. Collisional transfer of molecular properties. In a gas at n.t.p. the 
mean free path of a molecule is large compared with the molecular dimen¬ 
sions* this disparity is much reduced if the gas is compressed to a density a 
hundred times as great. Because of this reduction, a part of the mechanism 
of transfer of energy and momentum, which has not hitherto been considered 
because it is negligible at ordinary gaseous densities, then becomes im¬ 
portant. Hitherto the transfer of molecular properties has been regarded as 
due to the free motion of molecules between collisions; there is also, however, 
a transfer at collisions, over the distance separating the two colliding mole¬ 
cules, during the brief time of the encounter. The extreme example of this 
is the instantaneous transfer of energy and momentum, at the collision of 
two smooth rigid elastic spherical molecules, across the distance between 
their centres. In dense gases this collisional transfer requires consideration; 
it was first studied by Enskog,* for rigid spherical molecules. An account 
of his work is given in this chapter. 

The advantage of the rigid spherical model in this connection is that 
collisions are instantaneous, and the probability of multiple encounters is 
negligible. This will not, however, be the case with actual molecules; in a 
gas at a high pressure a molecule is in the field of force of others during a 
large part of its motion, and multiple encounters are not rare. Moreover, for 
rigid spherical molecules the assumption of molecular chaos made in 3.5 
is valid, however great the density ;t for less special models there may be 
some correlation between the velocities of molecules in the same neighbour¬ 
hood, since two molecules remain close to each other for a relatively long 
time. Thus the gain in mathematical simplicity is offset by the possibility 
that the representation of physical facts may be inadequate, and the various 
coefficients derived may not be in complete agreement with the results of 
experiment. It has not yet been possible, however, to generalize Enskog’s 
work to other types of molecule. 

16.2. The probability of collision. Consider a gas composed of rigid 
spherical molecules of diameter cr. In 3.5 we found the probability per unit 
time, for a gas at ordinary pressures, of a collision such that the centre of the 
first molecule lies in a volume dr, the velocities of the two molecules before 

* Enskog, Kungl. Svenska Veienskapa Akademiena Handl. 63. No. 4, 1921. 
f Jeans, Dynamical Theory of Gasea (4th cd.), p. 54, 1925. 
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collision lie in ranges dc, and the direction k of the line of centres is in a 
range c/k. This is 

/(<*> i^id\^dcdc-^dr 

or, using the value of k\ appropriate to rigid spherical molecules, 


/(c, r)/(Cn • kdk<fcdcirfr, 


where g — — t*. This expression requires correction when the gas is dense. 

First, since the centre of the first molecule is at the point r, that of the second 
is at r-(Tk, so that /(Ci/r) must be replaced by/(Ci,r-(rk). Secondly, in 
a dense gas tlie volume of the molecules is comparable with the volume 
occu]>ied by the gas. Tiie effect is to reduce the volume in which the centre of 
any one molecule can lie, and so to increase the probability of a collision. 
Thus the above expression will be multiplied by a factor which is a 
function of position, but, by the assumption of molecular chaos, not of 
velocity. Tlie function y must be evaluated at the point r— hak at which 
the spheres actually collide: hence t!ie corrected form of the above expres¬ 
sion is 


X{r - lak)f{c, r)f{Ci , r -crk) a-g , kdkdcdc^dr 

= x(r ~ icrk)f{r)f\(r — o'k)(r^g .kdkdcdc^dr, .i 

using a notation similar to that of 3.5. 

16.21. The factor X- The quantity is equal to unity for a rare gas, and 

increases with increasing density, becoming infinite as the gas approaches 
the state in which the molecules are packed so closely together that motion 
is impossible. A|)proximations to its value for fairly dense gases may be 
obtained as follows. 

When two molecules collide, the distance between their centres is a. 
Let a sphere of radius cr be described about the centre of each molecule; 
then at a collision the centre of one molecule lies on the sphere associated 
with the other, and the centre of one molecule can never lie within the 
associated s})here of another. If the gas is fairly rare, the number of the 
associated spheres which intersect each other will form a small fraction of 
the whole, and so the volume which cannot be occupied by the centre of a 
molecule will be approximately the wdiole volume of the associated spheres, 
which is per unit volume. Hence the volume in which the centre of a 

molecule can lie is reduced in the ratio 1 — 2b/>, where 

b/) = ^nnor^, b = ^ 770 ^/ 7 * 1 . .i 

Correspondingly the probability of molecular collisions is increased in the 
ratio 1/(1 — 2b/>). 
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A second factor, of comparable effect, operates to reduce the probability 
of collisions: this is the shielding of one molecule by another. If an area of 
the sphere associated with a given molecule lies within tiie sphere associated 
with a second, no other molecule will be able to collide with the first in such 
a way that at collision its centre lies on S, 

If the gas is fairly rare, the number of cases in which more tlian two 
associated spheres have a common volume can be neglected. Let two 
spheres of radii a: and x + dx, where x lies between cr and 2(r, be drawn con¬ 
centric with a given molecule. Then the probability that the centre of 
another molecule should lie within the shell of volume Anx'^dx between 
these two spheres is ^nnx^dx. The sphere associated with such a molecule 
would cut off from that associated with the given molecule a cap of height 
cr — a:/2, and area 27T(x(cr — xj2). Hence the total probable area cut off from 
the sphere associated with the given molecule by those associated with other 

molecules is ^ 20 - 

I 27Tcr((T— lx) ‘innx^dx = 

Since the whole area of the sphere is the part on which the centres of 

molecules can lie at collision is a fraction 1 — or 1 — whole. 

Hence the effect of shielding by other molecules is to reduce the probability 
of a collision in this ratio. 

On combining these results, the value of y for a fairly rare uniform gas is 
found to be ;\; = (1 - -r/ 3 b)/( 1 - 2pb) 

= 1 + |/9b, .2 

correct to the first order in pb. Boltzmann and Clausius* carried the 
calculation as far as the second order in pb, by taking into account the 
volume common to pairs of associated spheres; their result is 

1 + |pb-i-0*2869p^b“-l-.... .3 

In a non-uniform gas the value of x "^^.y be expected to involve the space- 
derivatives of the density. Since, however, no invariant function of these 
derivatives can be constructed which does not involve either products of 
first derivatives or derivatives of higher order than the first, in a study of the 
first and second approximations the above value for x can be used. 

16.3. Boltzmann's equation; dj/dt, Boltzmann^s equation for a dense gas, 
as for a normal gas, can be written in the form 


dr dr 




df dj 


dc dt 


* Clausius, Mech. Wdrmetheorie. 3, 57 (2nd ed.). Boltzmann, Proc. Amsterdam, 
p. 403, 1899; ITiss. Abhandl. 3, 663. 
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The expression for djjdt is, however, not quite the same as before. Consider 
the probability per unit time of an inverse collision, such that the centre of 
the first molecule lies in a volume dr, and the velocities of the two molecules 
after collision lie in ranges dc^ while the direction of the line of centres is 

— k, where k lies in the range dVi. In such a collision the centre of the second 
molecule is at r + frk, while the molecules actually impinge at r+Jo-fc. 
Hence, by analogy with 3.52,4 and 16.2,i, the probability in question will be 

y(r + ^<rk)/ (c\r)f(c[,r-\-cr\C^a^g,'\/idV.dcdc^dr 

= y(r+^crk)/'(r)/i(r + o-k)o' 2 ^.k(ikdc(iCidr, .a 

where c', c[ denote the velocities before collision of the two molecules, so 
that, as in 3 . 43 , 2 , 

c' = c + k(g.k), c; = Ci-k(g.k). . 3 

The evaluation of djjct now' proceeds as in 3.52, using 2 and 16.2,i in 
place of the corresponding expressions of that section. The result is 

- X(^’- io-k)/{r)/i{r-o-k)} (x^g .kdkdc^ . 4 

Combining this equation with i, we derive the equation for /. 

Since in this relation the expressions X^fvfi evaluated at points other 
than r, it is not possible to show by a transformation similar to that of 3.53 
that the expression 

nA^ = j(P^dc 

vanishes when ^ is a summational invariant. This is, in fact, not true in 
general. For though the total amount of ^ possessed by molecules is con¬ 
served at collision, the effect of a collision is to transfer part of this total 
through a distance cr from one molecule to another. Hence, since nA^ 
denotes the total change by collisions in the total amount of <p possessed by 
molecules per unit volume at a given point, it wdll not, in general, vanish. 
The derivation of the equations of momentum and energy is therefore 
deferred till later. 

16.31. The equation for If the gas is uniform the expressions and/ 

do not depend on r; hence in this case 

= xmrr-fh)<T-^g'^dcdc,, 

an expression differing from that obtained earlier only by the presence of the 
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factor X- arguments of 4.1 can accordingly be used to show that in the 
uniform steady state / again takes the Maxwellian form 






I 


When the gas is not in a uniform steady state, a first approximation to the 
value of / is given by i. A second approximation is 

/( 0 )( 1 + 0 ( 1 ))^ . 2 


where is a linear function of the first derivatives of n, T and the mass- 
velocity Cp', the equation satisfied by 0*^’ is obtained from that satisfied by / 
by neglecting all terms involving products of derivatives of these quantities, 
or derivatives of higher order than the first. Thus in substituting from 2 into 
the left-hand side of 16.3,i, the terms involving are to be neglected. This 
equation may therefore be written in the form 



where, as in 3.13,i, 



In this we substitute the value of/‘®^ from i; then, since C — c Cp and Cp is 
a function of r, it becomes 



riDn / 3 wiCnDT 
\jiDt \2r 2A-TV Dt 


m 


^ ft 


{\dn / 3 mC^\dT 

+ C . - -=77 - c\m OI./TT2I 


/ F)f* 




16.32. The second approximation to djjdt. The approximate form of 
equation 16.3,4 can also be derived. On expanding x* /i» /i Taylor’s 
theorem, and retaining only the first derivatives, it becomes 

+ xjjk. (/' +/^) o^g ■ kdkdc, 

+ l\jk.^(rf[+fA)<r^g.'i^dkdc„ 

where in this relation all the quantities are evaluated at the point r. 
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In substituting from 16.31,2 into the first term on the right in this equation 
we neglect the products as before. Hence, since 


this term becomes 


y(O)ym)' 


X o-^g . k dk dc^. 

The second and third terms on the right already involve space-derivatives* 
thus in substituting from 16.31,2 into these we may neglect all the terms 
involving and so write in place of /. Using 2 , the second term then 
becomes 

xJJ/'“>/rk. ^ log (fr/n .^dkdc,, 


or, after substituting the values o{f{^\ 




3dT m dT 


{C\+C[^) 


+ ^.eo-^(C, + C"))g.kdkdc, 


The integration with respect to k, using certain results proved later 
( 16 . 8 , 2 , 5 , 6 ), gives 

+ llW + )5i I “ I*S> “ is' (^ ■ <'■>))] *1 ■ 

Substituting = L\ — C in this, and integrating with respect to we get 




bkT 




1 


oA-T 



where, by 16.21,i, b = ^nno-^jp. 

Using 2 , the third term on the right of i becomes 

k.g^/"»/w>o-3g.kdkrfCi; 

integrating with respect to k by means of 16 . 8 , 2 , and further integrating 
with respect to we obtain 
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Hence, finally, i is equivalent to 


dt 


= XJ|. k dk rfCi 

-bra/««[c,[||! 


ldT/3mC‘^ 1 


TdrXlOIcT 


2 m d 

+ -™CC: —c 


5kT 


dr 


-s) 

.-(■-£?) (I-.)]' 


Xdr 



16.33- The value of The equation satisfied by the function is 
found by combining 16.31,3 and 16.32,3. It is 

X cr^g . kdkd^i 


- G 


1 Dn (mC^ 
n Dt^ 


/mu^ 1 


3\ 1 DT 


T Dt 

mC^ 


+ 


\m (Dc^ \ 

^■\¥rKWt-n 


\ dn r (mC^ u / 

+ (l + 2bpy)-3^+|_(^-2) + bpx^ 


ZmC- 

lOkf 




idT ^ dx 

-\-hp 


T dr 


ar 


- “ 1&)^ ^*'■“] • 


If this equation is multiplied by \jfdCy where ^ is a summational invariant, 
and integrated over all values of c, the left-hand side of the resulting 
equation vanishes, by virtue of the transformation used in deriving 4.4,8.* 
Thus when i/r = 1, we get the result 


Dn d 

^ + «e^.c„ = o, 


and when ^ = mC,f 


Dc, 

'm 


kT dn 


-F+(l + 2b/,x) —^+(l+b/,y)-^ + 


kdT , kT^dx 


0 

m or 



DCf, 

Dt 



{knT{l+hpx}]- 



* The proof of this transformation differs slightly from that given in 4.4, since 
accoimt is taken in this chapter of the difference in position of the centres of colliding 
molecules. This difficulty is overcome by considering an ideal uniform gas, whose 
velocity-distribution function at all points is equal to /(c, r) at the instant con¬ 
sidered. The proof is then readily derived as in 4.4, provided that the summational 

invariant is not itself a fxinction of position. 

t The function mC is not a summational invariant if C is defined as c- c^, and if 
c =Co(r) for one of the colliding molecules, and Cq = Co(r + o-k) for the other. To 
overcome this difficulty we put C = c - Cq' for each molecule, where Cq' is taken to be a 
vector independent of position, which coincides with the mass-velocity at the special 
point r under consideration. This ensures that mC is not a function of position. 
Similar remarks apply to the summational invariant 
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Finally i/r = gives 


or, using 2 , 


3kT Dn 
2n Dt 



UDT 

^~Dt 


-\-kT(^+hpx) 




DT 

~Di 



(1 + bpx)- 



Equations 2 , 3 , 4 are first approximations to the equations of continuity, 
momentum and energy, and replace 7 . 14 , 14 , 15 , 16 , which are identical with 
them if the hydrostatic pressure p is taken to be knT( \ + hpx) instead of 
knT, Using the values of DnjDt, DTjDt and DCqIDI given by 2 , 3 and 4 , 
we find that i reduces to 




; (J ^ . KUKutq 


= - I ( 1 +1 vx) 5- ^ ‘■ 0 +(‘(Ie 


5\ J_ d_T\ 

2jTai'i* 



This differs from the corresponding equation for a normal gas only in that 
the term involving djdrcQ is multiplied by ( 1 +|b/>;\;)/;^, and the term 
involving dTjdr by (1 4- \hpx)IX' Hence its solution can be written down in 
terms of the functions A, B of 7.31: it is 



16.34. The mean values of pCC and ^pC^C. Approximations to the mean 

values of certain functions of the velocity can now be obtained. Forexamj)^, 

the first approximations to the values of pCC and hpC^Cj as for a normal gas, 

are _ _ 

p(rcr = knTU, Ip(CHT^ = 0, . 1 

where U is the unit tensor. The second approximations are obtained bv 
adding to these the quantities p(CCY^\ ip{C'^CY^\ which, by 10.33,6, will be 
respectively (1 + |bp;\;)/^ and (I + §bpx)/A! Hmes as large as for a normal gas; 
that is, 

o 

= - 1 ( 1 + gbpx) • 2 /< ^Co, .* 

Ap(7W^ = -l(l+|l,p,V).A^. .3 

where A and ft are the conductivity and viscosity of the gas at normal 
densities. 


The quantities pCC and ^pCK' give the parts of the pressure tensor 
p and the thermal flux q that arise from the transport of momentum and 
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energy by the motion of molecules from point to point. To these must be 
added the contributions arising from the transport of momentum and 
energy by molecular collisions. These will now be evaluated, correct to the 

second approximation. 

16.4. The collisioTud transfer of molecular properties. Consider the 
collisional transfer of a molecular property ^ across an element of area 
dS at the point r. It will be supposed that i/risa. summational invariant, and 
does not depend on r; in this case a collision does not alter the total amount 
of ^ possessed by the molecules, but transfers part from one molecule to the 
other, so that a flow of rjr results. If a collision is to produce a transfer of ^ 
across dSy the centres of the colliding molecules must lie on opposite sides of 
dS, and their join must cut it. 

Let the normal to dS, drawn from its negative side to its positive, have a 
direction specified by the unit vector n. In a collision between molecules of 
velocities c and c^, of which the first lies on the positive side of dS and the 
second on the negative, since k is the direction of the line drawn from the 
centre of the second to that of the first, k . n is positive. If the line of centres 
at collision, of length o', is to cut dS^ the centre of the first molecule must lie 
within a cylinder on dS as base, with generators parallel to k and of length cr; 
the volume of this cylinder is «T(k .n)diS. Again, the mean positions of the 
centres of the two molecules are the points r ± Jok, while the mean position 
of the point of impact is the point r. Hence the probable number of such 
collisions per unit time, in which c, c^, k lie respectively in ranges dc, 
dk, is, by analogy with 16.2,i, 

Each such collision causes a molecule on the positive side of dS to gain a 
quantity —^ of the property ^ at the expense of a molecule on the 
negative side. Thus the total transfer across dS by collisions of this type is 

{^'-^);^(r)/(r + ^crk)/i(r-Jo-k)(r3{g.k)(k.n)dkdcdCid5, 

and the total rate of transfer of across dS by collisions, per unit time and 
area, is 

(r^X(^)jJi(i/r'-i/r)f(r-hl(rk)f^(r~icrk){g.k)(k.n)dkdcdCi, 

the integration being over all values of the variables such that g. k and 
k.n are positive. In this expression let the variables c and c, be inter¬ 
changed; this is equivalent to interchanging the roles of the two colliding 
molecules. Thus k is to be replaced by - k, g by ~g, and 
which is equal to — {i/r' — On performing the interchange, we obtain an 
expression identical in form with the original one, but with the integration 
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now taken over all values of the variables such that ^. k is positive and 
k . n negative. The rate of transfer in question is therefore equal to 

///(^^ ~^)f(r + |o'k)/i()‘ - Jerk) (g . k) (k.n) dkdede^, 

taken over all values of the variables such thatg . k is positive. This expres¬ 
sion is the scalar product of n and another vector which, by analogy with 
2.3, represents the contribution of collisions to the vector of flow of 

As in 16.32,/andare expanded by Taylor’s theorem, and derivatives of 
higher order than the first are neglected; the collisional part of the vector of 
flow of j// is then found to be 

i .k) cZkdrdf, 

+ ivo-'* - V!" )//i k ■ log {///i) k{g. k) rfk dc dc,, . * 

where all the quantities are evaluated at the point r. Since the second term 
of this already involves space-derivatives,/ and/^ can here be replaced by 
and 

16.5. The collisional transfer of momentum. Consider first the transfer of 
momentum. Let 

^ — 7nC — w(c —Cq), 

where Cq is evaluated at the special point r under consideration, and does 
not vary with the position of the molecule. Then 16.4,i becomes 

lYo-'>JJJw(C'-C')//ik(g.k)dkdcdCi 

+ - Cj/'O’/^k .|^log{/'<>V/‘<»)k(g.k)dkdcdc,. 

After integration with respect to k, using 16.8,7,8, this expression becomes 


JJ//i(2gg + Ug2) dede, 

1 o 

+ JJ/<'»/l'«[}g . log (/‘^//{O')] (gg +g^U)/g 

+ g[g log (/‘“V/D + 37 log (rV/Dg}] dede, .I 

In the first integral we use the relation g = Cj-C; then since, for any 
function (py 

5f4>dc = jMidCy = 74 , 

and i\ = OyC = 0, the value of this integral is 


2 
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In the second integral, since 

^log (/‘®V/r) = 2^2 (C" “ ^ 37 ^.3 

the terms involving dTjBr, being odd functions of C, C^, vanish on integra¬ 
tion; hence the integral is equal to 

2 


n .m 


kT 


I(^. Co Sg^ (88 + g’“U )/g 


+ g 


(|;Co-g)g:+g( 3 ~Co-g)j dcdc,. 


To evaluate this, we change the variables of integration from c and to Gq 
and g, where here ^ 

Then, as in 5.2, dcdc^ is replaced by dG^dg, and 

3 




Integrating, we obtain 


or 


where 


Oyrh /4 0 0 


6 3 ,, a t 

TO(^^Co+Ug-.CoJ. 


5 0r 


Tu ^ f7r*x^V'*(7«A*T)* 


alternatively, in terms of the coefficient of viscosity at ordinary pressures, 

which is ^ 1-016 x5(m^*T)Vl67ricr2, 


m is given by 


Tu = 


Adding z and 4 , we obtain for the value of i 


ihp^X(2CC + C^u) -®Co + U ~ 



This gives the part of the pressure tensor that arises from the transport of 
momentum by collisions. To this we must add pCC, which gives the rate of 
transport by molecular motion; then the whole pressure tensor is found to be 



.(1 + f bpx) CC+ihp^x Co+u 


dr 
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If we insert in tliis the value of CC found in 16.34, and use the relation 
— SkTjm, this becomes 


p = |^•nT(l+bpx)-^^■fo|u-|^(l+|bpx)^ + fc7j~c„. 7 

16.51. The hydrostatic pressure: van der Waals' equation. The hydrostatic 
pressure corresponding to 16.5,7 is 

p = knT{ \ +hpx)-'^ .I 


In particular, for a gas in a uniform steady state, 

p = AnT(l+bpx)» .* 

in agreement with what we were led to expect from the forms of 16 . 33 , 3 , 4 . 
Since for a gas which is not too dense x is nearly unity, in this case, approxi- 

p = knT(\+hp) 

or, to the same order of approximation, 

7>(1 — bp) == knT, . 3 

This is the special case of van der Waals’ equation of state valid when the 
fields between molecules can be ignored save at collision. For a dense gas, 
however, 2 must be used. 

Equation 2 may readily be generalized to take into account the effect of 
molecular attractions at large distances. We assume that the attractions 
produce no appreciable departure from uniformity of density in the gas; 
this means that the tendency for one molecule to collect other molecules 
into a group round it can be ignored, and, moreover, since the deflections 
produced by close encounters must result in departures from uniformity of 
density in the immediate neighbourhood of a molecule, that the effect of 
the attractions during such close encounters is not large compared with the 
effect of attractions between more distant molecules.* 

Consider now the effect of the attractions across the element dS of 16.4. 
Let h be a unit vector drawn on the positive side of dS from a point P on it 
(cf. Fig. 11), and let an elementary cone of solid angle dh be drawn round it 
with vertex at P. The volume of this cone lying between distances and 
r^ + dr^ from P is rldr^dh, and contains nrldr^dh molecules. To obtain the 
attraction on one of these molecules across dS exerted by molecules on the 
negative side of dS, suppose an elementary cone to be drawn through the 

* Calculations taking into account the deviations from uniform density produced 
by the attractions are given by R. H. Fowler, Statistical Mechanics (1936), chapters 8 
and 9. The effect is that the quantity a appearing in 6 varies somewhat with tempera¬ 
ture, and so also does x* because the attractions increase the probability of collisions. 
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boundary oidS, with vertex at this molecule. If the angle between h and 
the normal n to dS is 6 , the solid angle of this cone '\&dS cos dlr\. Hence if the 
force between two molecules at a distance r is F{r), the total force exerted 
across dS by molecules on the negative side on the given molecule is 



Thus the component normal to dS of the force across dS, exerted by molecules 
on the negative side upon the nrldi\dh molecules in the volume r\dr^dh, is 

dSeos^O f'” F/ \ 

- - -. nrf . I F(r). nr^dr, 

J rt 

and the total force across dS is 


n^dS J/J cos^ 6 F(r) r^drdr^dh, 

the integration being over all values of the variables such that 0 <0<in, 

and 7*1 < r. . i. • x r 

The integration with respect to h is effected by expressing h in terms oi 

polar angles 0 , cp about n as axis; we have 


cos^ 6 dh 


=ir 1 j; 


cos^ 0 sin Odd [ d<p 


27r 

T* 
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The integration with respect to between the limits 0 and r is also simple. 
Thus the total force per unit area exerted across dS by the gas on the negative 
side upon the gas on the positive is found to be equal to 

9.7T r® 

— r^F{r)dr = ap^ . 4 

^ jo 

27T f® 

where = — r^F{r) dr, . 5 

d Jo 

so that a is independent of the temperature. Since this force is a traction, it 
must be deducted from the pressure given by 2 , which is therefore to be 

replaced by ^ knT(l + hpx)* . 6 

The approximate equation 3 can similarly be generalized to the form 

(p + ap 2 ) (1 — bp) = knTy . 7 

which is van der Waals’ equation. 

When the gas is not in a uniform steady state, the hydrostatic pressure 

0 

given by 2 must be increased by the term — . Cq. This term differs from 

zero whenever the density of the gas is varying (cf. 16.33,2); it is positive 
when the gas is contracting, and negative when it is expanding. Thus there 
will always be a resistance to contraction or expansion, apart from the 
viscous resistance. This will, for example, cause sound waves to be damped 
more strongly in a dense gas than in a rare one. (See note B, p. 396.) 

16.52. The viscosity of a dense gas. The deviation of the pressure system 
from the hydrostatic is given by the second term of 16.5,7, viz. 

o 

This is of the same form as the corresponding expression for a gas of ordinary 
density, which was o 

^ "a 

Hence in a dense gas the true coefficient of viscosity, p', is given in terms 
of p, its value at ordinary densities (at the same temperature), by the relation 

A 

"".* 


using 16.5,6. 
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16 6 . The thermal conductivity of a dense gas. To evaluate the thermal 
flow we write in 16.4.i, where again C is taken as the velocity of 

a molecule relative to the mass-velocity of the gas at the special point r. 

Then the expression becomes 

C 2 )/Ak(g .k)dkdcdCj 


+ 


d / \ 


Integrating with respect to k by using 16 . 8 , 9 , 10 , we obtain 

n/A{2g(g. Go) + G„} dcdc, + ^ JJ/«>'/{“> 

15 

X {(g . Go) (gg + g^U)/g+g(gGo-4 Gog)}. g,,log dcdc, .X 

The first integral can be expressed in terms of mean values of functions of 
the velocity by substituting forg, their values in terms of C, Cf, it is 

^bpx-pO^C. . 2 

In the second integral we substitute the value of log(/^°\/D given by 
16 5 3 - the terms involving a/Bf Co are then the integrals of odd functions of 
C, C\,’ which vanish. As in 10.5, the variables of integration are changed 

from'c, Cl tog. Go, using the relation 

C2-C? = (C-l-C).(C-Ci) = -2g.Go, 


when the integral becomes 


1 m^n^ 


384 




—7»|(<7o*+ 


isw^-fg . Go) [(g . Go) jg^^^ -l-g(g • 



+ g(.SGo-l- Gog) • 






2ink^TY , 


.91 


dT 


Ci>® Sr ’ 


using 16.5,5 and putting c,. = Zk/^m. 
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The transfer of energy by molecular collisions is equal to the sum of * 
and 3 . To this we add which is the transfer by molecular motion; 

then the flux-vector of energy is found to be 

= \pC^( 1 + Ihpx) 

Using the value of IpC^ found in 16.34, this becomes 

= - {^ (1 + > 

SO that at any temperature the true conductivity, A', is given in terms of that 
at ordinary densities, A, by the equation 

A' = — 

X 

= bAp^^- -t I 0-7574bpA: 

16.7. Comparison with experiment. By 16.52,i, the coefficient of viscosity 
in a dense gas, p\ is related to the corresponding coefficient in a normal gas, 

p , by the equation 

/t';p = + | + 0-7614bpx|. 

Thus as p increases p'\p has a minimum corresponding to 

bpy = (0-7614)-* = 1-146. 

If this minimum be denoted by (p7p)miii. we have 

. ' 

The quantity hpx can be determined from the compressibility of gases. 
By 16.51,6 

p + Sip- = knni+hpx). 

Suppose that b is independent of the temperature. Then 

||, = A-n(l-l-bpy). .a 

The value of bpy may therefore be deduced from observations of the 
variation of pressure with temperature at constant volume; by substituting 
in I we obtain a direct check on the theory, involving no adjustment of 
arbitrary constants. It must be pointed out, however, that the temperature- 
variation of the viscosity of gases of low density indicates that a, and there¬ 
fore b, cannot be regarded as more than approximately constant. 
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The following table gives the experimental values of the coefficient of 
viscosity of nitrogen at 50° C. obtained by Michels and Gibson,* together 
with the values calculated by them from the above formula. The values of 
hpx are obtained from the experimental results of Deming and Shupe.t The 
agreement is striking at high pressures, though less good at low; the mole¬ 
cules appear, in fact, to behave more like rigid elastic spheres at high 
pressures than at low. The minimum value of /ifp (last column) corre- 

spends roughly to hpx = 1-2. 

Similar results were obtained by Enskog for carbon-dioxide, using the 
experimental results of Warburg and Babo.J The agreement is the more 
remarkable in this case because the temperatures considered are in the 
neighbourhood of the critical temperature, and at one temperature the 
substance changes from the vapour phase to the liquid. This suggests that 
in a liquid the transport of momentum is by a mechanism similar to that 

considered in this chapter. 


Table 29. Viscosity of nitrogen at high pressures 


Pressure 

(atmo¬ 

spheres) 

bpx 

fi X 10* 
(calc.) 

15-37 

0-031 

181 

57*60 

0*119 

190 

104*5 

0*215 

205 

212*4 

0*491 

224 

320*4 

0*717 

266 

430*2 

0*920 

308 

541*7 

1*111 

348 

630*4 

1*247 

380 

742*1 

1-413 

418 

854-1 

1*576 

455 

965-8 

1*732 

492 


fi X 10» 

P 


(exp.) 

(gr./cm.3) 

(exp.) 

191*3 

0*01623 

0*01179 

198*1 

0*06049 

0*003274 

208*8 

0*1083 

0*001928 

237*3 

0*2067 

0*001148 

273*7 

0*2875 

0*000952 

312*9 

0*3528 

0*000887 

350*9 

0*4053 

0*000866 

378*6 

0*4409 

0*000859 

416*3 

0*4786 

0*000870 

455*0 

0*5117 

0*000889 

491*3 

0*5404 

0-000909 


Since no observations of the thermal conductivity of dense gases were 
available, Enskog attempted to apply the above theory to the conductivity 
of liquids. From 16.52,i and 16.6,4 we deduce a relation of the form 

A' = f/4'c, 

connecting the thermal conductivity A' and the viscosity /a'; here f is a pure 
number, equal to 2*522 for ordinary gases on the rigid spherical model, and 
to 2*509 for infinitely compressed gases, but rising to a maximum value 

* Michels and Gibson. Proc. Roy. Soc. A. 134. 288. 1931. 
f Deming and Shupe, Phys. Rev. 37. 638. 1931. 
f Warburg and Babo, Wied. An?i. 17, 390, 1882. 
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2- 914 when hpx = 1*13. The experimental values found for f vary between 

3- 3 and 0*34 for all of the liquids given in Enskog’s table save mercury, for 
which he gives f = 83. Clearly the above theory cannot apply to the con¬ 
ductivity of mercury: the majority of the conduction is probably due, as 
with other metals, to the motion of free electrons. For the rest, though it 
is probable that the possession of internal energy by the molecules will 
decrease f, it hardly seems likely that this factor produces the whole of the 
variation in f. Thus we conclude that the mechanism of conduction of heat 
in liquids differs somewhat from that considered above. (Seenote H, p. 412.) 


16.8. The evaliMition of certain integrals. Certain results of integration 
with respect to k, assumed earlier, will be proved here. 

Let h, i, j denote three mutually perpendicular unit vectors, h being in 
the direction of g. Let 6 , 9 be the polar angles of k with respect to h as axis 
and the plane of h and i as initial plane; then 

k = hcos^-fisin^cos 9 +jsin^?sin 9 , .. 


so that ^. k = g cos and the element of solid angle dk can be expressed in 
the form 

dk = sin^d^d 9 . 


In all the integrals to be evaluated the integration is over all values of k for 
which gr .k is positive. Thus the limits of integration are, for 0, 0 and 7 r/ 2 , 
and for 9 , 0 and 27r, and so all terms of the integrand containing odd powers 
of sin 9 or cos 9 may be neglected. Hence in particular 

Jk(^. k) dk = JJh cos 6. g cos 0. sin OdOdrs^ 

27r , 27r 

= .2 

Again, 


J'kk(g^. k )2 dk = JJ(hh cos^ ^ + ii sin- 6 cos^ 9 


-I- j j sin^ d sin^ 9 ) g^ cos^ 0 sin Odd do 


2n 

15 


g2(3hh-hii-rjj) 



g2(2hh-hU) 






u.sing 1.3,9. 
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Also, if i is any vector, 

Jkk(v. k) (g. k)2 dk = Jkk(v. h cos 0 + v 


i sin 0 cos 9 


+ V . j sin 0 sin 9 ) {g. k)^ dk 


= n{v .h cos ^(hh cos^ ^ + ii sin^ 0 cos^ 9 + jj sin^ 0 sin^ 9) 
+ V. i(hi + ih) cos 0 sin^ 6 cos^ 9 
+ V. j(hj + jh) cos ^sin^^sin^ 9} cos^^sin^d^d9 


- 7sSHv-h('^hili + “ + ji) + ^ Mhi + ih)+v.j(hj+jh)} 
1 . ^ 


= ^g2{v.h{hh + U) + v.(hh + ii + jj)h 

+ h(hh + ii + jj) .v} 

= .h(hh + U) + vh + hv} 


= ^{v.g(gg+g^U)/g+g(vg+gv)}. 

Now, by 16.3,3, 

a - C + k(k.g), c; = Ci-k(k.g). 

Hence C'^ = {C+k(k.g)}.{C+k(k.g)} 

= C2 + 2(k.C)(k.g) + (k.g)2, 

and similarly = Cl - 2(k. C^) (k .g) + (k .gf. 

Thus, using z-4, 

JkCCf + C'i‘)g. kdk = ;k{2Cf - 2(k. Cl) (k .g) + (k .gf} (g. k) dk 

= y [2 Cfg - 1{2g( g. Cl) + g^Ci) + f , 

Jk(Ci + C;)g. kdk = J'k{2Ci -k(k .g)} (g. k) dk 

= |^{2Cig-i(2gg + g“U)}. 

J(C' - C) k(g. k) dk = Jkk(g. k)2dk 

= f?(2gg+g^U), 

10 

f(C' - C) k(k. v) (g. k) dk = Jkk{v. k) (g. k)- dk 

= ^{v .g(gg+g^U)/g+g(vg+gv)}, 


5 


6 


7 


8 
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j(C'^-C^)k{g.k)dk = Jk.{gr+2C)k(g.k)2<Zk 

= 2j(k.Go)k(g.k)2ik 


= j^{2g(g -00)+g^Go), 

j(C'2-C2)kk(g.k)dk = 2 J(k . Go)kk(g.k)2dk 

= ^{{Go.g)(gg + g^'~i)lg + gigGo+ Gog)}. 


[16.9 




16.9. Extension to mixed dense gases. Enskog’s methods have been 
generalized by H. H. Thorne (of the University of Sydney, Australia) to 
apply to a mixture. We give a summary of his results; these have not 
hitherto been published, and are made available here through his courteous 
co-operation. 

Let and be the masses of molecules of the two gases, and 
their radii. Then b^, bg, b; and b' are defined by 


bi/>i = §77711(7?, ^2p2 = §777l2Cr?, bj/?! = §77ni(J?2, b2P2 “ §^7^2'^2.1 


Corresponding to the factor x of lfi*2, three factors Xi» Xz ^nd Xm are 
introduced, related respectively to collisions between pairs of molecules 
mj, pairs of molecules , and pairs of dissimilar molecules. It is found that 


Xi = 1 + i^77ni(7i-I-— + lfio^2 ^2cri20’i)+ ..., 

Xi2 = 1 + ^ - 3 c7i/<7i2) ^ n^o\{^ - 3a'2/tri2) -1- 




• • M 

4 



with a corresponding equation for x^.- terms of these, the first approxima¬ 
tion to the hydrostatic pressure is found to be 

p = kn^T( 1 bi/ 9 i ;^i + b 2 P 2 Xi 2 ) + + h^pzXz + KP 1 X 12 ) .3 

The Boltzmann equations for the two gases are of obvious forms. First 
approximations to their solutions are the Maxwellian functions and /^®>; 
second approximations are where and 


are found to satisfy the equations 

Xi <^ 1^1 • ^dkdc 

+ A:i2 cr\2g2i . kdkdc2 


= -/r[( 1 + i^.PxXi +- ?) 4 


1 djr 

dr 


Tt ^ ^ 

+ ^^12 . Cl + (1 -I- tbipi^i + fiI/2b2P2;Vl2) • ^^0 


7} / f7l 

+ ~ ^ 2 p 2 A' 2 + 2 p2^2 “ 


1 


dr 



4 
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and a similar equation; *^21 given by 


Pi 


pknTdr 


{A:nj 2 ’( 1 +bipi X 12 + b 2 P 2 X 2 )} 


no, . ( 1 Sn-o 1 9n, ... , 1 cT \ 

+ - biPi Xi 2 + (^1 - -^2) y ■ 


A new feature is the appearance of the term involving ^ . Cq in 4 . This 

contributes to a term depending only on the scalar C^. Since this affects 
only the hydrostatic pressure, we shall not consider it in detail. 

Because of the different scalar factors by which the terms of 4 and the 
similar equation for the second gas are multiplied, it is not possible to express 
the solutions of these equations directly in terms of the functions A, D and 
B of Chapter 8. It is, however, possible to express the various gas-coefficients 
in terms of the same elements a„, 6„ as'in Chapter 8. 

The velocity of diffusion is given by 


— — ^ ,1 dT\ 

Cl - C, = - — I>l2^dl2 + 


where is, to a first approximation, given by 

Di2 = [-^12]l/Xl2» .^ 

[f^i 2 ]i being the first approximation to the coefficient of diffusion for gases of 
moderate density. The first approximation to kj, is given by 


ky = ——{^10^1 *(1 +Z^lPlXl^^^l^2^'2p2Xl2) 
2^12 


+ 


^20^2 *(1 ^^2P2X2~^ i^lPlXlz) 


1-1 ®1—1)> .^ 

which replaces 9.83,i; in this aoi» ao-i» ^i-i have the same meanings as in 
9.8, while 

Oil = au + Wl2A:i«ll/Xl2. «-l-l = «-!-! +’^12X2«-l-l/Xl2; .* 

oil, «-i-i meanings of 9 . 8 , 13 , 14 . 

The flow of heat when there is no diffusion is given by 


q = ipj^ClC^{l+ih,p^Xi-^^M^M 2 KP 2 Xi 2 ) 

+ ip2 ^1^(1+|b2p2X2 + ¥'^l ^^ 2 ^ 1 ^ 1 X 12 ) 

X (OT7»nf A;i<rt + 2(8Jtfiilf2/m„)‘ nin2Xi20-i2 + »«i‘ n\x2<A] ^ ■ 
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Thus it is found that, to a first approximation, the thermal conductivity is 
given by 

^ Ai2 

— 2 a^_^{m^m 2 )~^ (i +1Xi + V'^i-^2*^2p2Ai2) 

X (1 + f b2p2A2 + 1 ^2 KPiXiz) 

+ ®11^2l”^2^ (1 +f b2/?2A2 +V'^1'^2 ^iPiAi2)^]/(®11^-1-1~<^1-i) 

+ ^{Trk^T)^ {m:[^nlXi<^i + 2(8il/i W2Ai2<^2 + ^2* ^IXiOi}- 

. 10 

The deviation of the stress-system from the hydrostatic pressure, when 
there is no diffusion, is given by 

Pi Cl Ci( 1 + f bi/ 9 i;\;i H- f-^^2 ^2^2X12) + Pz ^2^2(1 f ^2P2A2 + f ^1^1^1X12) 

o 

-^( 7 rA:T)*{mln|xiO"l + 2(2woM,il/2)ini«2Xi20'i2 + »W2wiA:2o1}^c„, 

whence we find, as a first approximation to the coefficient of viscosity, 

p — % ^^[^- 1-1 ^12( ^ "I" f ^iPl Al f'^^2^2p2 A' 12 )^ 

— 26 i_i(l -t -1 -f 3-^2 ^2^2X12) (1 + f ^2p2X2"f f-^^i ^iPiAi2) 

+ n2i( 1 + f h^PzX^ + f-^i^iPi Ai2)^]/A^i2(^h^-i-i ~ ^1-1) 

+ ^( 7 rA:T)*{?n*nfA:i^^ + 2(2moil/i^lf2)* ^i^2Ai2<^2 + ^W2A:2<^}, 

where 6^ = -i-n,2A^i^n/Ai2» ^-1-1 = ^-i-i + «2iA2^-i-i/a:i2. 

and 611, 611, 6-1-1 6j_j have the same meanings as in 9 . 8 . 


.12 
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Chapter 17 

quantum theory and the transport 

PHENOMENA 

The quantum theory of molecular collisions 

17.1. Th^ wave fields of molecules. When quantum methods are applied 
to molecular encounters some divergence from the classical results is found. 
The deflection of the relative velocity g, resulting from the encounter of a 
pair of molecules of masses and m^, is much the same as if, on the classical 
theory, each molecule were supposed surrounded by a “wave” field whose 
linear extension is of the order of the “wave-length” 

h(mi + m2)l27Tmim^g, 

h being Planck’s constant, equal to 6-624 x lO-^’g.cm.Vsec. Thus, for 
example, rigid spherical molecules behave as if such wave fields produce a 
deflection even when the spheres do not actually collide; in general, the 
effective diameters of molecules are larger according to quantum theory 
than according to classical theory. The increase is appreciable if the exten¬ 
sion of the wave fields is not small compared with the molecular collision- 

distance o-ij-, that is, using a mean value for g, if 

hlmi + m^fil^na-i^imim^kT)^ .* 

is not small compared with unity. This quantity is largest for light molecules 
and low temperatures; for helium at 0° C. it is 0-13, and for hydrogen it is 
somewhat larger; hence for these two gases the quantum correction is con¬ 
siderable even at ordinary temperatures, and becomes very important at low 
temperatures. Molecules of other gases have much larger masses, and their 
radii are in most cases larger; moreover, it is not necessary to consider such 
low temperatures for the other gases, because they bquefy more readily. In 
consequence, the modifications introduced by the use of quantum methods 

are relatively unimportant except for hydrogen and helium. 

A second modification of the classical theory may be required at very low 
temperatures, when the wave fields associated with the molecules may be 
much larger than the actual molecules, so that there may be a state of 
congestion similar to that considered in the last chapter, even when the total 
volume of the molecules is small compared with that of the containing vessel. 
A gas in such a state of congestion is said to be degenerate. In ordinary gases 
the congestion is very slight even at the lowest temperatures considered. 
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but in an electron gas, such as is encountered in a metal or in a dense star, 
the congestion is extreme. 

Naturally it is not possible in this book to give a full account of the relevant 
sections of quantum theory; we shall simply indicate its applications to our 

subject. 

17.2. Interaction of two molecular streams. It is necessary first to put 
certain of the earlier results into forms suitable for use in connection with 
the quantum theory of colUsions.* The uncertainty principle states that the 
precise position and velocity of a molecule cannot be determined simul¬ 
taneously. It is therefore not possible to determine exactly the deflection 
X of the relative velocity at the encounter of two molecules m^, m^ of 
velocities Cj, Cj. It is, however, possible, when a stream of molecules of 
velocity moves in a stream of molecules m^ with velocity Cj, to determine 
the probable number of encounters per unit volume and time, such that the 
direction of the relative velocity after collision (expressed by means of 
the unit vector n, say) lies in a solid angle dn. This number is proportional to 
the number-densities Wi, Wj of the two streams, and also depends on x and on 
the magnitude g of the relative velocity; it is therefore wTitten as 

Win2ai2(g, x)dn. 


In applying this result to any gas, the two streams are taken to be sets of 
molecules having velocity-ranges Cj, dCj and c^, dc^', if the gas is sufficiently 
rare for encounters other than binary to be negligible, interaction between 
more than two streams occupying the same space may be ignored. Thus the 
number of encounters per unit volume and time between the two sets of 

molecules is fj,cc,,(g,x)dndc,dc,. 

Now X and the angle e of 3.42 are polar angles giving the orientation of 
about the direction of ^21 as axis; hence dn = sinxdxde, and so i is 

identical with /i/ 2 ai 2 (g,x)sinxdxdedCidC 2 . . 2 


This replaces the expression 

fif2gbdbd€d€^dc2 .3 

obtained in 3.5 for the number of encounters per unit volume and time in 
which Cp Co, 6, e He in ranges dCp dc^. db, de. Hence the only change required 
in the general theory is that the element otj 2 (^»X)replaces gbdb in 
all integrals involving colUsion variables. 

* This modification was fimt made in gas-theory by Uhlenbeck and Uehling, 
Phys. Rev. 43, 552, 1932, and Massey and Mohr, Proc. Roy. Soc. A, 141, 434, 1933. 
Similar changes are, however, implicit in earlier discussions of electron-theory. 
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17.3. The distribution of molecular deflections. We proceed to obtain an 
expression for mutual potential energy of a pair of 

molecules Wj, m^ at a distance r be v. Then the wave equation governing the 
relative motion when a molecule of velocity encounters a molecule 
-of velocity C 2 is the same as that governing the motion of a molecule of mass 

+ ^ 2 ) initial velocity ^21 under the action of a stationary centre 

of force whose potential energy is v at a distance r. Suppose that the force- 
centre is at the origin, and that a beam of molecules of velocity g and of unit 
number-density is incident on it in the direction of Oz. Then the number of 
scattered molecules crossing a large sphere whose centre is the origin, w ith 
velocities whose directions lie in a small solid angle n, dn, is (Xi 2 (gyX)d^ per 
unit time, where x is the angle between n and Oz. 

The wave equation governing the motion is 


hhn, 


STT^lWg 




\ 


2m 


-rjiir = 0, 


where k is Planck’s constant and vIq = 4- m2. In this we write 


• - 27rmim2g 
^ ” rrioh 

when it reduces to ^j2-j = 0. .3 

The solution we require, representing the beam of particles scattered by the 
force-centre, is symmetrical about Oz and finite at the origin. If z = r cos 6 , 
one solution possessing these properties is 

ifr = w„(r)P„(cos^)//', . 4 

where P„(cos^) is the Legendre polynomial of order n, and w„(r) is a real 
function of r, satisfying the equation 

+ = 0, .s 

dr^^y hhn„ r"- ) ” ’ 

and such that w„(0) = 0. These conditions determine save for an arbitrary 

factor; if this is suitably adjusted, the asymptotic expression for corre¬ 
sponding to large values of r, for which r* is negligible, is 

2/„ ~ sin (jr— \mT .^ 

where is a constant depending on the form of the function v. 

♦ The resxilts of this section are due to Faxen and Holtsmark, ZeU. fur Phys. 45, 
307, 1927. 
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The solution of 3 appropriate to the present problem is a combination of 
solutions of the type 4 , say 

f = «„(»•)-PJcos (9), .7 

rn =0 

where the quantities t}^ are constants, real or complex. This may be divided 
into two parts, and the first represents the incident beam, of unit 
number-density, advancing parallel to Oz\ for this we have 

r/r' = (t=V~^) .* 

which, as can readily be seen, is asymptotic to a solution of 3 for large r. 
Using known results in the theory of Bessel functions,* this becomes 

- +■' < - '■'">" (si?))" (T) 

and so, for large values of r, 


1 


^ (2n-hl)i^sin(7>-in7r)P„(cos^). 



Since ^ is a solution of i, and is asymptotic to a solution, the remaining 
part of ^ must also be asymptotic to a solution. It represents the scattered 
molecules, which at a large distance r from the origin are moving radially 
outward; hence it must be such that dxjr^jdr ^ tjxlr'’ when r is large. These 
conditions are satisfied if 



1 . 
_gOr 

r 


2 ’7n d), 


n = 0 


10 


where the quantities are constants. 

Combining the results 6 , 7 , 9 , 10 , we have 

I; {( 2 re + 1 ) t" sin (jr- \nn)jjr + P„(cos6 ) 

n* 0 

= ^ S In (P “ + ^n) ^)* 

^ w = 0 

whence, equating the coefficients of P„(cos^), we obtain 

(2n -I-1) i" sin (jr - i/i;r)/j -H ?/" = ?/n sin (jr - inn -t- SJ, 

Tins equation is an identity in r. Suppose that 

jr — i/iTT -I- = 0. 

• G. N. Watson, Bessel Functions (Cambridge, 1922), pp. 56, 128, 368. 
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Then it is found that 


and so lo becomes 


Vn = ^(2n+ 1)(€2‘^*- 1), 


00 


The number-density of scattered molecules is | |^. At a large distance 

from the origin these are moving radially outward with velocity g. Hence 
the number per unit time which cross a sphere of large radius r with velocities 
whose directions lie in a solid angle n, dn is 


oi.i2(g.d)dn = 


Thus 


ai2(g»X) 


AI 2 (2n+l)P„(cosx) 

'V |n*0 


II 


This expression gives the distribution of scattered molecules when 
encounters of unlike molecules are considered. If the molecules are alike, a 
modification is necessary, on account of the interchangeability of the two 
molecules. Equation 8 must be replaced by 






00 


= {4n-Hl)(-2jr/p 


«=o 



which corresponds to superposed beams moving with velocities g, —g 
parallel to 0z\* the numerical factor is chosen so as to make the average 
number-density unity. We must therefore replace ii byf 


X) 


g 


2j2 


00 


2 (4n H-1) (e2‘^2« - 1) P^nicos x) j 

n = 0 


12 


* This is the result valid for molecules consisting of an even number of elementary 
particles (electrons, protons and neutrons): for molecules composed of an odd 

number of elementary particles, }jr' = (e"* — 

t In the Physical Review^ 52, 944, 1937, Halpem and Gwathmey draw attention 
to the fact that on the quantum theory molecules of the same substance cannot always 
be regarded as identical; for example, para- and ortho-hydrogen molecules are 
regarded as distinct, and so are molecules of the same modification of hydrogen 
characterized by different rotational quantum numbers. In consequence, in the 
majority of collisions occurring even in a simple polyatomic gas, the probability of 
scattering may be that corresponding to unlike molecules. The conclusions which 
these writers draw as regards the behaviour of special gases must, however, be 
treated with reserve; either the internal state of a given molecule is unaltered during 
many collisions, when in effect we are considering a mixture of different gases, and 
should use the formula for the viscosity of a mixture, or else the state is readily 
altered at collision, when the theory of elastic collisions is inadequate. 
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17.31. The collision-probability and mean free path. The total probability 
per unit time that a molecule of velocity Ci. moving in a stream of Uke 
molecules of velocity Ca whose number-density is unity, should undergo a 

collision, is 


jo^i{g,x)dn = 27rJ^ai(g,x)sinx<iA: 


= 1 i (4n + 1) - 1) 

f J-l\n=0 


dx 


= ^ S + 1) sin’^ .1 

r n=0 

using results in the theory of Legendre polynomials.* It is found that this 
series converges (so that there is a finite probability of coUision), when v 
tends to zero, as r^oo, hire r-^ where v> 3. Thus when the field satisfies 
this condition there is a natural definition of a free path in quantum theory, 
whereas on the classical theory we can define a free path, when the molecules 
are not rigid, only by making arbitrary assumptions as to the limits of the 
molecular fields. The molecules undergo as many collisions as if they had a 
definite joint collision-distance such that 


nal^g = ^ S (4w-l- l)sinM2„. 

J n*0 

The value of TTcrfa given by this equation is called the collision cross-section; 
it is thus Q. where 

Rtt ^ 

E (4m+l)sin252„. .a 

J n = 0 

The free path corresponding to this cross-section is, however, very 
different from that appropriate to viscosity and the other transport phe¬ 
nomena. Even on the quantum theory the majority of the “collisions” are 
between relatively distant molecules, and result in comparatively small 
deflections of the relative velocity. The small attractive forces at large 
distances are found to affect the free path more than the larger repulsions at 
close encounters. Hence the persistence of velocities at collision is nearly 
unity; in fact the free path corresponding to * is important only in experi¬ 
ments in which one can study the motion of individual molecules, and 
distinguish whether they undergo a deflection or not in a given distance. 
Such experiments have not been carried out with uncharged molecules, 
but measurements of free paths of electrons and positive ions in gases have 
been made. These give values for the collision-radius of molecules which arc 


* See Massey and Mohr, loc, cii<. 
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often many times as large as the values appropriate for viscosity, but which 
vary widely with the speed of the ions. 

The first approximation to the coefficient of viscosity is given, as in 9.7,i, 
by the relation 

= 5kTl8Q{^>{2l 

where (cf. 9.33,3), Q^\2) — tt* 

and (j>^^ (cf. 9.33,a and 17.2) is now given by the equation 


(1 -cos2x)ai(g.A:)sin>:dx 


(1-^2) 


-1 


CD 


s (4ra+l)(€2‘«2n-l)P2„(a:) 

n=0 


^ (1671®+12n2—271—1 . 

(4«-l)(4n + 3) 


2 

dz 


2(77+ 1) (271 


I 1 \ 



using results relating to Legendre polynomials. Expressions can also be 
given for the coefficients of thermal conduction and diffusion.* 


17.32. The phase-angles It is in general not possible to give an exact 
expression for the phases Approximate expressions have, however, been 
given by Mottf and Jeffreys^ for the cases in which 8^ is small or large com¬ 
pared with unity. It is found that 8^ is small if STT^TTi^TTig vjh'^{m-^ + m^) is small 
compared with 71(77+ l)/r® for all values of r such that Jr is not small com¬ 
pared with 77. In this case Mott has shown by a perturbation method that 



47r®777i7772 

^®(777i + TTlg) 



rdr 



* Massey and Mohr give an expression for the cross-section of molecules appro¬ 
priate to self-diffusion; they find that, even at high temperatures, this cross-section is 
twice the classical one. This fact is, however, not of direct importance, since, on account 
of the interchangeability of the molecules, the two molecules lose their identity at an 
encounter; it is therefore not possible to trace the diffusion of a selected set of the 
molecules through the rest, i.e., it is impossible to measure self-diffusion. The closest 
we can get to self-diffusion is by considering the mutual diffusion of two sets of 
similar, but distinguishable, molecules. 

Massey and Mohr state that integrals of the same form as that appearing in the 
expression for the self-diffusion cross-section also appear in the theory of thermal 
diffusion: but this is not correct. 

t Mott, Proc. Camh. Phil. Soc. 25, 304, 1929. 

$ Jeffreys, Proc. Lond. Math. Soc. 23, 428, 1924. 
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approximately. When S„ is large, we can use Jeffreys’s approximation for 


which is 



^ _ -2 n{n+l) 

where f {r) - 3 ^ 2 (^^ + ’ 

and ro is the largest zero of/(r); this approximation is vaUd if/'//» is small in 
the range of integration. The corresponding value of is 

= Y + i ^ If .* 

When S is neither small nor large compared with unity, neither of the 
approximations i and 2 is valid. Normally only a few values of 3„ are near 
u^ty and these can be found with tolerable accuracy by interpolation. 

For one model it is possible to obtain an explicit expression for Suppose 
that the molecules are rigid elastic spheres of diameter tr. Then in the wave 
equation 17.3,3 we have P = 0 if r > tr and i' = 00 if r «r. This is equivalent 

to taking ^ as a solution of the equation 

W+j¥ = 0- 


such that t/r = 0 if r = a-. Thus 17.3,5 reduces to 


^ + (f- 

dr^ V 


n[n + 1) 


)wn = 0- 


The solution of this equation which vanishes when r = 


= <r IS 




But for large values of jr 




J 




Hence, apart from an arbitrary factor, 




1 ( sin (j> - y) 


COS 


— nN+1 


+ (-l) 






On comparing this with 17.3,6, the value of S„ is found to be 


In particular, Sq = -Jo-. 
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17.4. The viscosity of hydrogen and helium. Massey and Mohr* have 
compared theory with experiment for helium and hydrogen, supposing the 
molecules to be rigid elastic spheres. As the general considerations of 17.1 
suggest, the effect of quantum interaction is to increase the apparent radius 
of the molecules; the increase is fairly small at ordinary temperatures, but 
becomes large as the temperature decreases; as the temperature approaches 
the absolute zero, the apparent radius for viscosity is four times the actual 
radius. The question therefore arises whether the observed increase in 
apparent radius with decreasing temperature may not be mainly because the 
interaction follows the quantum laws, not the classical, and not because 
the molecules diverge greatly from the rigid spherical model. In Table 30 
values calculated by the classical and quantum theories for rigid elastic 
spheres with suitably chosen radii are compared with the experimental 
values for helium.f The quantum values agree fairly well with the experi¬ 
mental values at low temperatures: at higher temperatures the agreement is 
not so good, and would become progressively worse if yet higher tempera¬ 
tures were taken into account. The improvement on the classical theory for 
rigid elastic spheres is, however, striking; the maximum error is about 
7 per cent., as against over 30 per cent, on the classical theory. 

Table 30. Viscosity of helium on the quantum theory 


fiy. 10' (calculated) 




Rigid elastic spheres 


Absolute 


Classical 

Quantum 

Slater’s field 
quantum 

temperature 

y X 10' (obs.) 

theory 

% 

theory 

theory 

294*5 

1994 

2000 

1850 

2130 

273*1 

1870 

1930 

1770 


250*3 

1788 

1840 

1690 

—■ 

203*1 

1564 

1670 

1500 

1650 

170*5 

1392 

1520 

1350 

—— 

88*8 

918 

1100 

920 

980 

75*1 

815 

1010 

815 


20*2 

350*3 

520 

355 

430 

15 

294*6 

450 

300 

360 


A further comparison of theory with experiment was made in the case of 
heliumthis time using Slater’s calculation of the molecular field by quantum 
mechanics. § The latter found for the mutual potential energy of two helium 
atoms distant r apart the expression 

|7*7e“2 — 0'C>8^-j I X 10“^®ergs, 

♦ Massey and Mohr, Proc. Roy. Soc. A, 141, 434, 1933. 

t Uehling {Phya. Rev. 46, 917, 1934) has recalculated these values and finds a 
considcrabk? divergence from the results of Massey and Molir. 

X Massey and Mohr, Proc. Roy. Soc. A, 144, 188, 1934. 

§ Slater, Phys. Rev. 32, 349, 1928. 
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where o is the radius of the first Bohr orbit in the hydrogen atom. Values of 
the viscosity calculated using this expression are given in the last column 
of Table 30. Though they follow the general run of the observed values, 
they are always larger than these, the discrepancy becoming particularly 
noticeable at low temperatures. Use of a more accurate calculation by 
Margenau* of the attractive part of the interaction between the molecules 
only increases the error. It is to be hoped that with further progress in the 
' neory of atomic structure the discrepancy will disappear; but in any case, 
when it is remembered that no adjustable constants are available to make 
theory fit the observations, the degree of agreement is noteworthy. 


Degeneracv 

17.5. Degeneracy for electrons and ''odd'* particles. As noted in 17.1, a 
state of congestion results when the mean distance between neighbouring 
molecules is comparable with the size of the wave fields with which mole¬ 
cules are surrounded, according to the quantum theory. Consider, for 
example, a gas consisting of particles (molecules, ions or electrons) which 
are composed of an odd number of elementary particles (protons, electrons 
and neutrons). According to the quantum theory, not more than V^dc(m/fe)® 
such particles in a volume V can possess velocities in the range dc, where 
tn and y? are the mass and the “statistical weight” of a particle,t and h 
is Planck’s constant. Hence if in the velocity-range there is already 
this number of particles, and the result of a collision would be that a 


» Margenau, Phys. Rev. 38, 747, 1931. ^ • u- i, 

+ The statistical weight is the number of independent quantum states in which 

the particle can possess the same internal energy: for an electron it is 2, corresponding 
to the two possible values of the spin. 

According to quantum mechanics, not more than one electron in an atom can 
occupy a given quantum state. It is also a fundamental assumption of statistical 
mechanics that the o priori probability that an electron should occupy any one 
ouantum state is the same as the probability that it should occupy a volume of 
the six-dimensional space whose coordinates are the space-coordinates and com¬ 
ponents of momentum of the electron. Thus not more than one electron with a grv^ 
spin and not more than two in all, can occupy the volume h\ The result is generahzed 
to apply to all particles composed of an odd number of elementary particl^. 

Degeneracy of this type was first studied by Fermi, ZeU. fur Phys. 36, 90^ * 

justification of the fundamental assumptions by wave mechanics was given by 
Proc Rou Soc A, 112, 661, 1926. The first rigorous discussion of transport phe¬ 
nomena in a degenerate gas is due to Uehling and Uhlenbeck, Phys Rev. 43, 652, 
1932. though Sommerfeld had previously discussed a special case less ngoro^y 
{Zeit.fiir Phys. 47, 1 and 43. 1928). See also Nordheim, Proc. Roy. Soc. A, IIV, b8y, 

1928. 
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further particle would enter the range, the collision cannot happen. More 
generally, if V/(c)(ic particles have velocities in this range, the probability 
of a collision which would result in a particle entering this range is reduced 
in the ratio 1 —/(c) Accordingly 3.52,9 must be replaced by 




X ai2(5* X) sinxdxdedc^ .i 


The uniform steady state for a gas-mixture is given by 



and similar equations, whence it follows that 



are summational invariants for encounters. This gives 

A - 1 + A = 1 -t- .a 

where a^, a^j a are related to the number-densities and temperature of the 
gases, and Cj, are, as before, the velocities of the particles relative to the 
mean motion. Large values of a^, a^ correspond, for a given a, to small 
number-densities of the gas, and vice versa. 

If A^y Az are large, a reduces to the usual form 

A = 


and so 




^ 2^2 -aiTijCj* 


a = 


2kT‘ 


If the velocity-distribution of one of the gases is independent of the density 
of the other, as is true in the classical theory, a will have the same value if 
A^ is large and a^ is not large, or, again, by the same argument, if neither a^ 
nor A 2 is large. Statistical mechanics shows that this is actually the case. 

thus 3 is valid for all densities. 

The relations connecting the quantities A^y A 2 with the corresponding 
number-densities are of the same form as for a simple gas, whose 

velocity-distribution function is 


4 
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We consider separately the cases in which . is large or small compared with 
unity. In the former case, we have 


n = 


A 


_ J_ e-2mC2/2Ar ^ J: e-3mC2/2A:r _ _ j 


HF 

W X 

m3/?/27rA:T\J/'l _ J_ , JL_ \ 

l-j 2^^2+3 i^3 ■■■)■ 


Reversing the series, we get 

1 h^n 


I'l-nmkT)^ ^2.^ {2nmkTfp 


1 




+ 


Hence 


w*/? ( 1 ,nC^I2kT _ i, e-2mC2/2fer + ... j 


_ { m y ,„c^/2fcr + 

“ ^\2nkT} 


/i. ^-mC-nkT _ g-2mC*/2fcrj +.6 


(2nkTfp\ 

These relations are valid for a gas in which the degree of congestion is small, 
he. for a gas whose degeneracy is sUght. The condition that this should be so 

is that . is large, or that « 1. .7 

If .4 is small compared with unity, / is nearly equal to m»/J//i» when C is 
less than the quantity w defined by 

mw'^ , /IX 

a)' 

but falls off very rapidly as C increases beyond this value. In this case the 
dieneracy of tL gas is nearly complete. To a first approximation we can 

( = ^41 a C< .r, 

/ = 0 if C > M-. 

47tCHC 


= log 

2kT 


This gives 


n = 


47T7n^p / 2A‘nog(l /^)y 

”3 ~hF \ m / ' 


8 


Also, using the same approximation, we find 

47t m^P {2kT lo 

"5 
-3/ 

“ 5 \i7Tp} m- ■ 


.... . I 

nC-- = - —I - j 


\ 


9 
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Hence the energy of the molecules is, to this approximation, independent of 
the temperature. The pressure of the gas, which is given by 

j) = 

1/ 3 

= -(—-A — .lo 

b\^nPJ m 


is also, to this approximation, independent of the temperature. 

Using the fact that a is small compared with unity, in conjunction with 
equation 8, we obtain as the condition that degeneracy should be nearly 

complete 

h^njp(2nmkT)^ >1. .ii 


It follows from this condition that the mean translational energy of the 
molecules, and the pressure, are large compared with the values 3k/2m and 
knT which they would have in the absence of degeneracy. The relations ^ 
and II constitute Sommerfeld’s degeneracy criterion.* It is clear from them 
that degeneracy is most probable if m is small: thus it is most likely to occur 
in an electron gas. For other gases it is most likely to occur at great densities 
and low temperatures. It is found, however, that even for the lightest gases 
at temperatures as low as 15° absolute the congestion produced by degene¬ 
racy is less than that due to the finite size of the molecules, considered in 
Chapter 16, and so the effect of degeneracy can normally be neglected, save 
for an electron-gas (cf, p. 309, second footnote). 

To obtain the specific heat of a highly degenerate gas we need to use a 
second approximation to the velocity-distribution function. Consider the 

integral 


where a is small and/(a:) is any function of x increasing not faster than some 
power of a: as a; increases. If Xq = log (1/^4), this is equal to 


0 


A 


dXy 




l^dx. 


In the second and third of these integrals, the parts of the ranges of inte¬ 
gration near a: = aTfl contribute most to the final result. We therefore make the 

approximation 

f(x) =f{x^) + (x-x^)r(x^) 


* Sommerfeld, Zeit. fur Phys. 47, 1 and 43, 1928. The results of 17.61 and 17.62 
are also taken from these papers. 
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in these, and take the lower limit of integration of the second as - cx) instead 
of 0. If then we alter the variable of integration m both of these to y, wherein 
the second integral y = x^-x, and in the third y = x-x^, the resu is 


CO 


f(x) 


0 1 “h 6' 


dx 




/ (^q) ~ yf (^ 0 ^ 


ydy 

l+ei' 




f{xo ) + yf (* 0 ) 
l+ew 


dy 


= ^""‘/(x) dx + 2/' (Xo) 

= j"7(x) dx + 2 /' (x„) - 1 )" e"” ydy 

= J ‘f(x)dx+2f'(x^)^l-j2 + j2~j2^--^ 

= |''*/(x)dx + ^/'(Xo). .“ 

Further approximations to the value of the integral can be obtained by 
using more terms of the Taylor expansion for/(x) in powers of x x^. 

In applying this result to a highly degenerate gas, we put x - mC /2fcT. 


Then 


n = 


27Tfi 




x^dx 


7T 


= ^ {2mifcT log { 1 /^ )}‘ [ 1 + ^ (log ( 1 1A ))-* 


*3 


and similarly 




'J, 


dx 


AC 




StT ,% i .\v^2 


(log (!/-<)) 


whence, to the same approximation 




=i( 


3 \*h^ 


47r/ff/ m 



1 + 




3nh^ 



14 


Thus the specific heat c„ is found to be 





4i7Tfi 


n^k^T. 


*5 
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The specific heat is therefore small compared with that given by the classical 
formula = 3A:/2m, and tends to zero at low temperatures, in agree.pent 
with Nernst’s Heat Theorem. 


17.51. Degeneracy for Bose-Einsiein 'particles. Results rather different 
from the above are obtained for particles consisting of an even number of 
elementary particles.* For these the presence of a like particle in the velocity- 
range dc increases the probability that a particle will enter that range; the 
presence of/(c) dc particles per unit volume increases this probability in the 
ratio 1 +/(c) The analysis in this case is similar to that of 17.5, save 

that thesignof/i-^/wi^y^ischanged: in the uniform steady state it is found that 

/ = m^Plh^iA - 1). .I 

The constant which is related to the number-density, is in this case 
always greater than unity; the limiting case of extreme degeneracy is 
approached as ^ 1. The molecular energy and pressure corresponding to i 

are less than those given by the classical formulae. It is, however, unnecessary 
to go into details, since the results for ordinary gases are not appreciably 

affected by degeneracy.f 


17.6. Transport phenomena in a degenerate gas. In considering transport 
phenomena in a degenerate gas we shall confine our attention to a strongly 
degenerate electron-gas, and shall make assumptions similar to those of the 
Lorentz approximation (10.5); that is, we shall consider a gas composed of 
a mixture of electrons and much heavier molecules, the latter being supposed 
to constitute a non-degenerate assembly, and shall neglect the mutual 
encounters of the electrons. We shall, moreover, suppose the gas to be in a 
steady state, and to have zero mass-velocity at all points. That is, we do not 
attempt to determine the viscosity of the gas, which in the Lorentz case was 
found to depend on the heavy molecules as well as on the light ones. 

Let the molecules and the electrons be distinguished respectively by the 
suffixes 1, 2. Then the equation from which/a is to be determined is 




X aio(g,x) sinxdxdedc^. 


I 


* The statistics valid for such particles was developed by Bose {Zeii. fur Phys. 26, 
178, 1924) and Einstein {Berlin Ber. p. 261, 1924; pp. 3 and 18, 1925). With appro¬ 
priate modifications, it applies to quanta of radiation. 

t Uehling. Phya. Rev. 46, 917, 1934. The onset of degeneracy should be accompanied 
by a variation of viscosity with pressure. No such variation was observed by van 
Itterbeek and Keesom in experiments on the viscosity of helium at very low tem¬ 
peratures {Phyaicat 5, 257, 1938). 
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'io a first approximation 



e 





117.6 



The second approximation is 





whore, as in 10 . 5 , is negligible compared with In substituting from 
3 into I we neglect 0^ on the left, and 0j« and 0 on the right. Also, as 

in 10 . 5 , c[ = Cj and C2 = g = Cz approximately, and so we can substitute 
/f> and/^®> for/j<»' and/f>'. Thus i becomes 


Cj . + F 2 . — ' = f (* - ^ 2 “) “i 2 (‘= 2 - X) sin x^X^edc^ . 4 

St Bcj J J J 

As in the earlier theory, 0^” can be expressed as C 2 .d'(c^), where<I'(C 2 ) is a 
linear function of dTIdr and Fj, but involves only through the 

scalar C 2 . Thus by the argument used in 10.5, 

JJJ/«>( 0 n)' - 0 ^»>)ai 2 (c 2 ,x) sinydydedCi 

= - n^d'(c ^). J{ J(C 2 -ci) de}ai 2 (c 2 , x) sinx^X 

= - 2nn^ d'(C 2 ). C 2 J( 1 - cosy) ai 2 (c 2 ,x) sinydx 






where l(c^) is a function of Cj defined by this equation. For rigid spheres 
whose interaction is governed by classical theory the function so defined is 
equal to the mean free path of the electrons; hence we may regard it as the 
equivalent mean free path of electrons with velocity C 2 .* It is supposed to 
be independent of position.t The equation satisfied by A now becomes 



♦ In introducing the free path we are following Sommerfeld. It must be noted 
that I is not the actual mean free path, but the value which this would have if the 
effect of degenereicy in reducing the number of encounters coUld be neglected. This 
point was perhaps not sufficiently brought out in Sommerfeld’s treatment. 

■f This assumption is made solely for convenience in the evaluation of the integrals; 
the results obtained are in general valid if f(Cj) varies with r, since, by 4 and s, 
depends only on the local value of 1. 
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17 61 . Electron diffusion, thermal diffusion and electric conductivity. 
The rate of diffusion of electrons through the heavier molecules is given by 










2 u /^2 


a/f> 

&r 


--f N 






.. . ) C.^ 


by 1.2,1 and 1.42,4. Hence, integrating by parts. 


— 4/r f 0 

W 2 C 2 = 


jlcin^^dc^ - (/cl) 


r 0 


4nmlfi. 


^ 0 r lc%dc2 


(lc\)dc 


m,c»* 


The integrals on the right can be evaluated by means of 17 . 5 ,12. A fil^t 
approximation is obtained by using only the first term on the right of 17 . 5 ,12: 

this gives ^ inmlfiAd r p T ^ 21 ^ \ 

n2C2 =-3 A^(^Jo 


47Tmlfi 

Zh^ 




where in the present case 


^2 H 

2kT 


y= '<) ■ 


so that, by 17.6,8, to a first approximation 

/ Zh^n2 


Thus, to the same order of approximation as 2 , 

WjCa =.5 

It is to be observed that to this approximation the rate of diffusion depends 
only on the free path of electrons of velocity approximately equal to u’. 
This is because /2 is apjireciably different from/only when Cg is nearly equal 
to if C 2 is much smaller, both are approximately equal to and if it 

is much greater both are very small. 
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To the first order the coefficient of thermal diffusion vanishes. The 
eoefficient of diffusion is given by 

.6 

an equation which may be compared with 6 . 4 , 2 . If the velocity of diffusion 
is due solely to an electric force E, then = -eEjm^, where -e is the 
electronic charge, and the diffusion is responsible for an electric current 
— n^ec^- Thus the electrical conductivity of the material is 

S- = -Wje I Cj I/I E I 

= -n^el(iy) I F^llir \ E \ 

= .7 

A second approximation to the velocity of diffusion is found if in evaluating 
the integrals in i we use both terms on the right of 17.5, 12 . This gives an 
expression for WjCj greater than 2 by the amount 

_(,, 2 ;(,,))] _ fJ~Y «(»■))].« 

We can use this to determine the thermal diffusion. Suppose that Fg = 0 
and that is uniform. Then, combining 2 and 8 , 

- _ _ r ij. ,2 

2^2- 3/^3 6 ml di'\ ^ ' da 

div d , dl{w)yi 

+-^ =^* 7 ” 2Z(w )+ . 9 

6 ml dr dw\ dw jj 

But, by 3 and 17.5, 13 , 

and so, on differentiating, 

v^k^T dT _ div 7T^/2kT \ 2cir 

dr ” 8 r 8 VmgW'V dr' .** 

Thus 0 log ir/dr is a small quantity compared with 0 log T/dr: to the present 
order we can neglect the second term on the right of this equation and the 
last term in the square brackets in 9 . Then we have 

— , ^dw 7T^-2k^T dT ^ dl(w) 

9 / 4 ^ \ dw J ml dr 

* The modulus sign is used here to indicate that the magnitude of the vector is 
to bo taken. 
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In the steady state considered in 14.7, thermal diffusion was supposed to 
result in a partial separation of the constituents of the mixture, which 
ultimately prevents any further diffusion. In an electron-gas the diffusion is 
checked by the electric field set up when the departure from uniformity of 
distribution of the electrons is still very slight. It is this electric field which 
gives rise to an e.m.f. in an open circuit composed of two wires of different 
material, the junctions of which are maintained at different temperatures. 

We can evaluate the e.m.f. as follows. From 2 and 8, since here = 0, and 

Fg = -eJE/mg, 





7r‘ 



(ir 2 /(,r))| 


_^7^I^dT d 
3 3r u dir 




Hence, to the same order of approximation. 


eE n^k^T dT d 

m2 di’ dr dw^^^ ^(” ))• 

Integrate this equation round the circuit; then since 713 , and therefore n\ 
is approximately the same at the two free ends,* the first term on the right 
disappears, and so the e.m.f. is found to be 

, I dl(W) \ 

SemzJ ds dir / ^ 


integrated round the circuit, where ds denotes an element of the circuit. 
Since ir is independent of T to a first approximation (cf. 4), it can be 
regarded as a constant in either metal. Thus if dashed symbols refer to one 
of the metals, and undashed symbols to the other, this expression is 


1 dr(ir') 

Bewg yiv'^ ^ H'' V{iy') div' 



dljir ) 

dir 





where are the temperatures at the junctions of the metals. 


* This assumes, of course, that the free ends of the circuit are composed of the 
Sfme metal. The number-density of electrons alters on passing from one metal to 
the other; there is supposed to be a discontinuity of potential at the junction of the 
metals, sufficient to prevent the flow of electrons from one to the other which would 
otherwise occur. Also l{c^) varies in pa.ssing from one metal to the other; for the 
justification of applying formulae based on the assumption that it is constant, see 
the second footnote on p. 310. 
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17.62. Thermal conduction by electrons. The rate of transport of energy 
by the electrons is given by 



using 17.6,6. Transforming this in the manner used in deriving 17.61,i we 
get 



d 


3A3 



Ic^ dc^ 




-F. 


dc 


(Zc^) dC2 







To derive a first approximation to the value of q we use 17.5,i2 and retain 
only the first term on the right of this equation. Then 



"2.Tfm\p, 


div 

l(\i ) — Toliiv) ly^ 

or 


= ngCg. 

by 17.61,2. That is, to this approximation the flow of energy is due to the 
diffusion of electrons; each of the diffusing electrons has a velocity approxi¬ 
mately equal to ir, and so carries energy 

To get the true thermal flow, which depends on irthomogeneity of 
temperature, we must proceed to a further approximation. Suppose, for 
sin^licity, that = 0 ; in addition, to get rid of the effect of diffusion, let 

712 C 2 = 0 . To a second approximation i is identical with 



'27xm\p2 



7T^ a d 

6 hr\ni\\ydw 



2 nm\p, 

^zhr" 



,djr nU'^TdTI ,dl(iy) 

+ -3,;,F'8f " '<”■> 



By 17.61,9, if ^ 2^*2 = 01ogif^/0r is small compared with 01ogT/dr, and 
approximately 


/(»■) 


dr 


^ 3wi d,r 
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while 2 approximates to 





diy n^k^T dT ( dl(w) 

-- I - - 

dr 3m| dr \ dw 




47T^m\fi2.h^T 

9P 


wH(w) 


dr 


Thus the thermal conductivity of the material is 



4tn^7n\P^k^T 

9P 


w^l(w). 


315 



Comparing this with 17.61,7, we see that the thermal and electrical con¬ 
ductivities of the material are connected by the relation 

9n2e^h^ * 

or, by 17.61,4, to the same order 

A _ 7^2 k^T 

3 e2 • .4 

17.7. Thermal and electric condtLCtivity in metals; comparison with experi¬ 
ment. Lorentz first applied kinetic-theory methods to discuss the conduc¬ 
tion of heat and electricity in a metal; he supposed the conduction to be due 
to free electrons, composing a large proportion of the valency electrons of 
the metal. He used the analysis set out in 10.5, regarding the free 
electrons as the light molecules of the gas-mixture and the metallic atoms as 
the heavy molecules. The free electrons are, however, so numerous that the 
electron-gas is strongly degenerate. For example, for silver Sommerfeld 
supposes that the number-density of electrons is equal to that of the 
metallic atoms, which is 5*9 x lO^^; then at temperature 300° absolute he 
finds 

-j- (27TmkT)-^ = 2330, 

so that the condition for degeneracy (17.5,ii) is certainly satisfied. Similar 
results are obtained for other metals. 

One immediate consequence of the degeneracy of the electrons is that 
they make a very small contribution to the specific heat. This agrees with 
experiment; before the introduction of the concept of degeneracy it was a 
serious difficulty of the electron theory that if the number of free electrons 
present were anything like that required for the conduction of heat and 
electricity the specific heat would be considerably affected, whereas, in fact, 





316 Quantum Theory and the Transport Phenomena [17,7 

the specific heat did not seem to be affected by the electrons to any appreci¬ 
able extent.* 

The equations of 17.61 and 17.62 mostly depend on the unknown “free 
path” of the electrons; an exception is 17.62,4, which accordingly affords 
a direct check on the theory. This equation implies that the ratio of the 
thermal and electrical conductivities of a metal is the same for all metals at 
a given temperature, and is proportional to the temperature. The constancy 
of the ratio for all metals was first discovered experimentally by Wiedemann 
and Franz :t the proportionality to the temperature was announced on 
theoretical grounds by Lorenz.J The corresponding relation for a non¬ 
degenerate electron-gas can readily be derived from 10 . 51 , 2 , 5 ; it is 

\ 2v 

^ I ^ .^ 


where p is the force-index. It accordingly differs from the present formula 
only by a numerical factor. § 

In Table 31 are given the values of (A/t^T) x 10® derived from experiment 
for certain metals at given temperatures. The values at ordinary tempera¬ 
tures in general agree fairly well with the above theory, according to 
which 

A/^T = 2*44 X 10®. 


A being measured in mechanical (not thermal) units, and d- being in electro¬ 
magnetic units. The order of the discrepancy between theory and experi¬ 
ment for such substances as wolfram, however, is such as to justify a belief 

that the mechanism of transport of heat may be affected by processes other 
than that considered above. 

As the temperature decreases, the experimental value of Aj^T ceases to 
agree with theory. For pure metals it in general decreases;.if the metal is 
only very slightly impure, it frequently increases. The results found for 
single crystals of metal are, moreover, not the same as for the ordinary 
“amorphous” metal, formed of large numbers of small crystals; and for 

* According to a theorem of statistical mechanics, if there are no free electrons, 
and the metallic atoms are free to oscillate about their equilibrium positions, the 
specific heat per gram molecule (measured in mechanical units) is 3A:/wo. where m 
IS the mass of the unit of atomic weight. Experimental values of the specific heat 
agree closely with this value, at least at high temperatures. 

t Wiedemann and Franz. Fogg, Ann. 89. 497. 1853. 

^ Lorenz, Fogg. Ann. 147, 429, 1872, and Wted. Ann. 13, 422. 1882. 

§ Drude (vlnn. der F/nja. 1, 566. 1900) gave the formula 


His argument, however, did not claim to be rigorous. 
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single crystals the results depend on the orientation of the crystal. It is clear, 
therefore, that at low temperatures the transport of electricity and heat is 
affected by factors other than those considered in the above simple theory . 

Table 31. Values of (A/^T) x 10® 

Temperaturo 


Metal 

CC.) 

Authority* 

(A/OT) X 10« 

Iron 

0 

[1] 

2-47 


- 183 

[1] 

1-60 

Copper 

0 

[4J 

2-42 

-179 

[4J 

1-69 

Zinc 

20 

[2] 

2-52 


-190 

[2] 

2-00 

Tin 

18 

1 

[3] 

2-47 


-170 

1 

[3J 

2-48 

Nickel 

18 

[3] 

213 


-170 

[3J 

2*92 

Aluminium 

18 

[3] 

2-13 


-170 

[3] 

1-60 

Silver 

0 

[1] 

2-31 


-183 

[IJ 

1-80 

Gold 

0 

[1] 

2-39 


-190 

[2J 

1-95 

Platinum 

18 

[5] 

2-55 


-190 

[2] 

1-97 

Wolfr£un 

0 

[IJ 

3-04 


-183 

[1] 

1-91 

Cadmium 

20 

[2J 

2-37 


- 190 

[2] 

2-20 

Mercury 

- 76 

[6] 

2-56 

Molybdenum 

0 

[1] 

2-63 


-183 

[1] 

1-94 


* The authorities quoted are as follows: 

[1] Kannuluik, Proc. Roy. Soc. 131, 320, 1931, and 141, 159, 1933. 

[2] Griineiaen and Goens, Zeit.fur Phya. 44, 615, 1927, and Ann. der Phya. 14, 
164, 1932. 

[3] Lees, Phil. Trana. 208, 381, 1908. 

[4] Kannuluik and Laby, Proc. Roy. Soc. 121, 640, 1928. 

[5] Holm and Stdrmer, Wiaa. Veroff. a. d. Siemena-Konzem^ 9, 312, 1930. 

[6] Reddemann, Ann. der Phya. 14, 139, 1932. 


The equations giving the thermal and electrical conductivities are not 
separately capable of direct experimental check, since they involve the 
unknowns and l(\v). They can, however, be used to estimate l(n ). On 
substitution for w from 17.61,4, equation 17.61,7 becomes 



e^l(w) 

~ir' 
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Thus for silver, using the value ^ = 1/1600 c.g.s. units, and taking 
Tig — 5*9 X 10^2, Sommerfeld finds 

l(w) = 5-2 X 10 “®cm. 

Now on the classical theory of rigid elastic spheres, the free path is 1 ln^ 7 T<T\^^ 
where is the number-density of metallic atoms and is file mutual 
colhsion-distance of atoms and electrons. Thus in the present case the 
equivalent value of is 

cTjg = l/\/{^ ^ ^ ^ ^ 10“®} = 10“® cm. 

This is considerably less than the probable atomic dimensions. If it is 
assumed that the volume of the atoms is a large part of the volume occupied 
by the metal, the atomic radius is found to be somewhat greater than 
10 “® cm.; this agrees, as regards order of magnitude, with the atomic radii 
found from viscosity measures. The free path indicated by this discussion is 
accordingly greater than would be expected from general considerations. 
The increase is not due to the effect of degeneracy in “forbidding ” collisions 
—the free path l(w) is that obtained if this effect is ignored—but to an actual 
change in the law of interaction of atoms and electrons, resulting in a diminu¬ 
tion of the apparent atomic cross-section. 

Still longer free paths are required at low temperatures. When the 
temperature approaches that of liquid helium, the conductivity of metals is 
increased enormously; a current started electromagnet!cally in a closed wire 
immersed in liquid helium does not die away for hours after the exciting 
magnet has been removed. The free path here must be abnormally large. 

Since the advent of degeneracy seems to affect encounters, not only by 
forbidding certain of them, but also by affecting the law of interaction in 
those that actually do occur, it is doubtful whether a discussion of binary 
encounters, such as was made above, is adequate in the present connection. 
A more satisfactory treatment would be one in which the electrons, as wave 
structures, were taken as interacting with the atoms as a whole, supposing 
these to constitute a regular lattice. Such a treatment has been attempted 
by Bloch* and others; their work, however, is outside the scope of thi§ 
book. 

* Bloch, Zeit. fiir Phys. 52, 255, 1928; Peierls, Ann. der Phys. 4, 121, 1930; 
L. Brillouin, Joum. Phys. Rad. 3, 565, 1931. See also Houston, Zeit. fiir Phys. 48, 
449, 1928. 
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Chapter 18 

electromagnetic phenomena in 

IONIZED gases 

18.1. Convection currents and coriduction currents. In ordinary gases the 
molecules are electrically neutral; when some of them carry electric charges, 
the gas is said to be ionized. In an ionized gas the different types of particle 
(to all of which the general term “molecule” will be applied) may include 
neutral molecules or atoms, atomic or molecular ions of either sign, and 
electrons. The charged particles will carry an integral multiple (positive or 
negative) of the charge e, where e denotes the numerical value of the 
electronic charge. 

Let n^y m^y e^ denote the number-density, mass, and charge of the sth type 
of molecule in an iom'zed gas (5 = 1, 2, ...), It is convenient to enumerate 
first the various kinds of neutral molecules, so that if, for example, there is 
only one kind of neutral molecule present, s = 1 will refer to this. 

The volume-density of charge, or charge per unit volume, may be denoted 
by p^; clearly 

Pe . I 

The current-intensity is defined as the vector in the direction of current- 
flow at any point, with magnitude equal to the current per unit cross-section 


normal to this direction: it is equal to 

= I^ngegCQ + I^n^e^Cg 

— Pe^O~^jy . 2 

where J—. 3 

Clearly J is the charge flux-vector of 2.3 or 2.5, corresponding to <l>g = c^. 


In 2 the first term is due to transport of the volume-charge with velocity 
Cq; this part of the current will be called the convection current, and the 
remaining part, j, will be called the conduction current. The division here 
made between the two is to some extent arbitrary, because, so far as electrical 
considerations are concerned, we might equally well have written = c -h C', 
where c denotes the mean molecular velocity (not the mass-velocity of 2.5,7); 
in that case we might regard p^c as the convection current, and as 

the conduction current. The choice actually made here, however, is 
that indicated by 2. 
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If either/)^ = 0, or ~ 0, there is no convection current. In many ionized 
gases = 0 to a high degree of approximation; when this is not so, an 
electric field is set up which tends to dissipate the volume charge; the gas 
retains an appreciable charge only if external agencies maintain it. 


18.11. The electric current in a binary mixture. In the case of a binary 
mixture, 18 . 1,3 reduces to 


j = C'l + ng 62 ^’2 


= 7li(€i-C2Wi/m2)C\ 


= («iW2/p)(Ci»W2-e2mi)(Ci-C'2). 



In this we substitute for Ci~'C 2 from 14.1, giving 




n^n2(m2 — 7n-^) 01ogp 

np dr 



P\P2 

PP 


(Fi-F 2 ) + kj. 


d log T) 
dr r 



If the forces and m^F^ acting on the two types of molecule are due 
to the presence of an electric field E, or include a part due to this cause, the 
corresponding part of j (the ohmic current) is 


PP- 


— e 2 m{f 



where 



njTign 


(61^2-62 7 ni) 2 Z)i 2 . 



The coefficient which is essentially positive, is called the electrical con¬ 
ductivity of the gas. 

If the molecules are either ions or neutral molecules, and the others are 
electrons, the ratio is so small that to a high degree of approximation 

p = and 4 is equivalent to 



^ 2^2 n 

kn^ T * 



Since this involves Cg, and not also Cj, it shows that the conductivity is 
nearly all due to the electrons. If the gas is electrically neutral, so that 
= — WgCg, the convection current vanishes, and 5 may also be written in 
the more symmetric form 



ne^e^ 

kT 
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this expression for^ is still positive, because on the present hypothesis and 
C 2 are opposite in sign. If the ions are singly charged, 6 reduces to 



Besides the conduction current due to an electric field, contributions to 
the total conduction current also arise from gradients of concentration, 
pressure, and temperature, and also from any non-electrical forces which 
tend to produce unequal accelerations of the'two types of molecule; gravi¬ 
tational or centrifugal forces tend to accelerate all particles equally, so that 
they do not contribute directly to the electric current, though they may 
contribute indirectly, by setting up a pressure or concentration gradient. 


18.12. Electrical conductivity in a slightly ionized gas. Consider a gas, 
the great majority of whose molecules are neutral. If there is only one kind 
of neutral molecule (e-^ = 0) and one kind of charged molecule (Cg + 0), the 
electric conductivity ^ is, by 1 8 . 11 ,4 (since n and p are approximately n^ and 


WlWli), 



n^el 

kT 



as if each charged particle contributed an amount 



to 

In this case, by 18.1 l,i, using similar approximations, 



= (^ln^e^)E = (e^D^JkT)E. 


This gives the mean velocity of the charged particles relative to the neutral 
particles. When the gas is at n.t.p., the coefficient 



in this equation is called the mobility of the charged particle in the neutral 
gas. 

If more than one kind of charged particle is present, each in numbers so 
small that their mutual influence on each other’s mean velocities is negligible, 
we shall have equations such as 
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for each type s. In this case the total current-intensity is 






^PeCl + 



[ 18.2 


If — 0, the current is where now 

d- = {En^elD^^)lkT\ 

thus each charged particle makes an average contribution to ^ equal to 

kT ' 


Magnetic fields 

18.2, Boltzmann's equation for an ionized gas in the presence of a magnetic 
field. All the work of previous chapters has been based on the assumption 
that the applied forces acting on the molecules are independent of the 
molecular velocities. In the presence of a magnetic field of intensity H, the 
force on a particle of mass m and charge e electromagnetic units, moving with 
velocity c, includes a term eChH (cf. p. 12 for this notation). The acceleration 
of a molecule can therefore be divided into two parts, one, denoted by F, 
independent of c, and the other, due to the magnetic field, equal to (e/m) c aW. 
The occurrence of the second term necessitates a re-examination of the 
argument of this book, from 3.1 onwards.* 

The first modification comes in the proof of Boltzmann’s equation. In 3.1 
it was taken as obvious that molecules in the velocity-range c, dc at 

* The first theoretical work on the effect of magnetic fields on gas phenomena 
seems to have been done by R. Cans (.4nn. der Phya, 20, 203, 1906), who considered the 
effect of a magnetic field on the flow of heat and electricity in a Lorentzian gas. 
Further work on a Lorentzian gas was done by N. Bohr (thesis). The general theory 
of the transport phenomena in an ionized gas svibject to a magnetic field does not 
seem to have been given in an exact form; but for a special case of electrical con¬ 
ductivity, see Cowling, MorUhly Notices, R.A .S, ,93,90,1932. The subject has, however, 
frequently been considered by free-path methods, following Townsend (Proc. Roy. 
Soc. A, 86, 671, 1912, and Electricity m Gases, §§89—92). It is of great importance in the 
theory of radio propagation, in which an important part is played by the ionized 
layers of the upper atmosphere; see P. O. Pedersen, The Propagation of Radio 
Waves (Copenhagen, 1927), chapters 6 and 7, where references to other work on the 
subject are given. Tlie theory is also of importance for solar ph^-sics, owing to the 
sun’s general magnetic field and the much mort^ intense magnetic fields of sunsi>ots. 
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the beginning of an interval dt will occupy an equal velocity-range at the 
end of this time; this is no longer self-evident. Since the molecular velocity 
increases during dt from r to c + Fdt + (ejm) ChHdt, the range occupied by 
these molecules at the end of dt will be of magnitude* 


arc + {F-h(e/m)CA//}di] _ 


1 . 


-- HM, 

m ^ 


-HM. 

m 


1 , 


~~H^dt ! 
m ^ 


m 


m ^ m 


H,dt 


1 


which equals dc, since df^ is to be neglected. The velocity-range is therefore 
still invariant in magnitude; the derivation of Boltzmann’s equation pro¬ 
ceeds as before, and yields the result 


^+|F + 


m / oc 


From this the equation of change, to replace 3.13,2, can be deduced in the 

form _ ___ _ 

Dn<f> . -o ¥ 


nA^ = 


Dt 




Dt)- 


Dc,\ 


3C m 


ac ac ar "(• 


If/is regarded as a function of C, r, t instead of c, r, t, i must be replaced by 


dt Dt ar \ m ® Dt] 


a/ , e a/ a/ „ a 




8C m 


C: 


Cn • 


0C ac dr ® 


The corresponding equations for a gas-mixture are identical in form. 

The equations of continuity, mass motion, and energy are obtained by 
giving 0 appropriate values in 2 . We give the equations for a binary gas- 
mixture : these are 

^ _i_ A 7 ^ \ — (\ -U -n - — 

ar 


Drti 


Dt 


+ * ^0 "h all • ' r\A '^'^2 


ar “'' ' ar 

Dc 


Dt 


0 0 _ 

. Cft 4- X— • (^2 ^ 2 ) ~ .4 


dr 


= /)lFi-hp 2 ^ 2 +(^161 + ^^262) Co A W+i A/f- P 


J)rp __ _ _ — 

^kn-^ = + . C^-fp2^2 • 




• (Cq ^ 
0 


where/ is given by 18.11,i. 

♦ The notation for Jacobians is that of 1.411. 
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It may be proved by the methods of Chapter 4 that the distribution of 
velocities in a stationary gas in a uniform steady state is of Maxwellian form 
provided only that the force F is derived from a potential function Xhe 
density distribution is unaffected by the presence of the magnetic field 
being given by the equation 


n = 


as in 4.14,7. 

Maxwell’s formula is also valid for a gas rotating as if rigid, with angular 
velocity w, in the presence of a magnetic field whose lines of force are in 
planes passing through the axis of rotation, and a field of force whose 
potential W is symmetric about this axis. Let Oz be the axis of rotation, and 
let the vector potential of the magnetic field have components —yA, zA, 0 
Then it is found that the variation of density of the gas is the same as if it 
were at rest in a field of force of potential 


ct>2(a;2 + 3^2) — {elm) (i){x^ + y^) A. 


18.3. The motion of a charged particle in a magnetic field , As a preliminary 
to considering the free-path theory of the transport phenomena in a magnetic 
field we need first to consider in detail the motion of a single molecule of 
mass Wi and charge during a free path. The fields of force—magnetic and 
otherwise—which act on the particle are supposed uniform. Let Oz be 
taken parallel to the magnetic intensity H, and let Oz be taken in the 
direction of the component of which is perpendicular to H. Then if the 
components of Fj are 0, the equations of motion of the molecule are 

m-^x = m^X^, m^y = e^Hz, m-^z = m^Z^ — e^Hy. 

Let w^ = e^Jllm^. .i 

Then these equations become 

^ y = z^Zi-oj^y. .a 

Integrating, we obtain the following equations for the position r and 
velocity of the molecule at any time t, in terms of the position r' and 
velocity c[ at time ^ = 0: 


= (v[ —Zij(Oi)Qos(i}j^t-\-iv[sin(o^t +ZJcj^, 

— u)[cos (o^t — {v[ — ZJo)^) sin 
X = z + + 

^ ^ sin < + «•;( 1 - cos oj, 0 + Zi <} , 

^ ^ {“"i ^ ~ ~ (1-cos WiOj- 



4 
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The motion parallel to H or Ox is clearly unaffected by the magnetic field. 
If there is no non-magnetic field, the molecule moves in this direction with 
uniform velocity; in the transverse direction the motion is circular, so that 
the resultant motion is spiral, the spiral-axes being lines of magnetic force; 
the spiral-frequency is (i)J27r, When non-magnetic forces act, the motion 
transverse to H includes, in addition to the circular motion, a mean drift in 
the y-direction, i.e. perpendicular to H and Hence the transverse 
motion is trochoidal.* 

Because motion parallel to the lines of force is unaffected by the presence 
of the magnetic field, it is natural to expect that the presence of a magnetic 
field will not affect diffusion and heat conduction in the direction of the field. 
The exact theory confirms that this is so. We accordingly do not consider 
transport parallel to H in the following work. 

18.31. The free-path theory of condvotion of heat, and diffusion, in a 
magnetic field. We now consider a simple free-path theory of diffusion and 
heat conduction in an ionized gas at rest in the presence of a magnetic field, 
using a method somewhat analogous to that of 6.3 and 6.4. As in 18.3, 
the magnetic field is taken to be parallel to Ox, and in addition it is 
assumed that the density, temperature, and composition are functions of z 
alone, and that = 0. 

We assume, purely as a convenient rough approximation, that the mean 
time between successive collisions of a molecule has the same value r^, 
whatever the molecular speed. With this assumption, by an argument 
similar to that of 5.41, is the probability that at any given instant a 
molecule has travelled without collision for a time at least equal to t. 

The number of collisions per unit time experienced by molecules in a 
volumer, dr is ngdrlr-g. Letyg(c^, z) dCgdrjTg denote the number of these which 
result in a molecule mg entering the velocity-range Cg, dCg, as the notation 
implies, it is assumed that Xs depends only on the magnitude of Cg, and not 
on its direction. In a gas in the uniform steady state Xs identical with 
Maxwell’s functionsince the number of molecules entering any velocity- 
range through collision is equal to the number leaving. In general Xa 
differ only slightly from fg. 

We consider first diffusion. Since free-path methods seem unable to give 
an adequate theory of thermal diffusion, arising from inequalities of tem¬ 
perature, we assume that the temperature is uniform. 

* Here appears one of the interesting parado.xes of the kinetic theory. If the 
interval between two consecutive encounters is very long, every molecule will 
possess an average velocity perpendicular to and H’, yet a uniform steady 

state is possible, such that the gas at any point is at rest. A similar remark applies 
when = 0 and the magnetic field varies from point to point. For a discussion of the 
paradox, see Cowling, Monthly Notices, R.A.S., 90, 140, 1929, and 92, 407, 1932. 
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Consider the molecules which, between times t' and t* + dt\ cross an 
area dS of the plane z — 0 surrounding the origin, and have velocities in the 
range c^, dc^. At time t' all these molecules lie in a cylinder on dS as base 
and of volume wdt'dS. If there were no collisions, at a previous instant 
t' — t the molecules would occupy a volume r', dr' and have velocities in a 
range cj, such that 

dr' = wdt'dS, dc{ ~ dc^ 

(the last relation follows from the invariance of a velocity-element for 
motion in a magnetic field, proved in 18.2); alsor' and cj satisfy 18 . 3 , 3,4 with 
a: = y ~ z = 0, since r' and c[ are the initial position and velocity of a 
molecule which after an interval t is at the origin with velocity c^. Call the 
molecules which actually lie in r', dr' with velocities in cj, dc'^ at time V 
the set A. Aq t varies, the constitution of the set A will vary as molecules 
pass in and out of the set by collisions. The number entering the set in 
the time t' — t, dt is 


X\{c[,z')dc'^dr'dijr^ = z')dc^w-^dSdt'dtlT^\ 

the fraction of these remaining in the set till it reaches dS at time t' is 
Thus the total number crossing dS during dt' with velocities in the 
range dc^ is 

w^dc-^dSdt' { .I 


and the net number crossing with all velocities from the side 2 < 0 to the 
side 2 > 0 is 


dSdt 



|Jxi(ci, z') w,dCiI 


We can replace the integration with respect to by one with respect to 
cj; the new integration will be over all values of ej, since to any value of 
there corresponds one and only one value of at a time earlier by t, and 
vice versa. The number of such molecules is therefore 




This may also be expressed as n^u\dSdt', and so 


"iM'l =J*^ |Jxi(c[,2')M-irfc;| 


dtjr^ 


= JJ{ 0) + e-ondijr^. 


making the approximation customary in diffusion theory. 






18«31] w..-—O-_ . -- -- -- 

In this we substitute for 2 ' and u\ in terms of c[ from 18 . 3 , 3,4 with 
a;=:i/ = 2 = 0 , and approximate by omitting terms in Zl. Then, neglecting 
inte^als of odd functions of and Wj, we get 

_ — (xi(cj, 0 ) cos Wi i + v*^( 1 — cos a)^ t)) dcjj sin Wj t . 

dzj i 

Since Xi(^n 0) approximates to the Maxwellian function/j, we have approxi- 
m&teiy / / /.. j / 

JxiW, 0)7711 = Jx(c;,o)77iiit;;2dc; =pi, 

where Pi is the partial pressure of the molecules tWi; in these relations and 
Pi refer to 2 = 0. Thus 

= ( Zl-^ I Sin - 

\ ^ Pi 02 /Jo a>iTi 

_ 1 7 _ri_._ 

I ^ Pi dz)\-\-(o\TY .^ 
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The velocity of diffusion of the molecules Wi when the magnetic field is 
absent is found by putting Wi = 0 in 3 . The presence of the magnetic field 
accordingly results in a reduction in the velocity of diffusion parallel to Oz in 

the ratio 1 : (1 + <o\r\). 

In addition, the magnetic field produces a velocity of diffusion in the 
direction of Oy. By applying an argument similar to that used in proving 2 , 
to the passage of molecules across an element dS of the plane y = 0, we find 


that 


71 


1^1 =J^ {J[Ari(c;,o)+2 


, ^ XiK, 0) 

02 



I, dt 
r. 


On inserting the values of 2 ' and 7 ?i from 18 . 3 , 3,4 Q-nd approximating as 
before, this gives 



( 

( 


7 _ 1 

^ Pi 02 / 1 + wfTf * 


dt 

(t>lTi 



Hence in addition to the ordinary diffusion there is a flow of molecules 
perpendicular both to H and to the direction of tlie ordinary diffusion; we 
may call it transverse diffusion. 
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The case when the diffusion is due to an electric force E is of special 
interest. It then appears that the electric current set up by an electric 
force transverse to a magnetic field is not altogether in the direction of the 
electric force; a component perpendicular to both H and E also exists 
which is known as the Hall current. Also the flow in the direction of the 
electric force is less than it would be in the absence of the magnetic field, and 
so we can regard the electrical conductivity in this direction as reduced by 
the magnetic field. 

Diffusion in any direction is accompanied by a flow of heat in that 
direction (cf. 8.41). Hence, for example, in a gas subject to mutually per¬ 
pendicular electric and magnetic fields, part of the flow of heat will be in the 
direction of the Hall current. This is known as the Ettingshausen effect. 

Clearly 3 and 4 can only be approximate results; it is actually not possible 
with any values of and for these formulae to be consistent, for all values 
of Hy with the conditions that the gas as a whole should be at rest,* namely 

+ + 712 mg W>2 = .5 

Consequently results based on 3 and 4 must be treated with reserve; we 
cannot expect to deduce from them more than the relative order of magni¬ 
tude of the direct and Hall currents, and the order of magnitude of the 

reduction in the conductivity. Using 3 and 4. the direct and Hall currents 
are found to be 



1 nyCiTi / 1 apg N 

p^dzj \+(4 tI \ ^ p^dz) \ + u,\t% 

1 ap, \ w, e, to, Tf / 1 ^pA n^e^(j}y^Tl 

PydzJ \+u,\t\ \ ^ Pa 02/ 1 +w|t| ■ 


6 

7 


Consider currents due to an electric field Ey so that = CiElmiy = e^Ejm^, 
Then 6 and 7 indicate that there is a large reduction in conductivity when 
the gas is so rare, or the magnetic field so large, that the collision-intervals of 
the molecules are not small compared with their period of spiralling round 
the lines of force, and that under these conditions the transverse current will 
be comparable with the direct current. In a gas containing electrons and 
positive ions, when H is not too large, the electric current will be mainly due 
to the motion of electrons, because the electronic mass is so small; but owing 
to the dependence of o)^ and Wg on the molecular masses, when the magnetic 
field is so large that <j,t, and o)^t^ are both large compared with unity, the 
electric current will be due mainly to the motion of the ions. This will only 

♦ This is because the initial assumptions were mutually inconsistent; see Cowlina 
Proc. Roy. Soc. A, 183, 463, 1945. 
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occur for very large magnetic fields or very low densities; if the diameter of 
a molecule is 3 x 10“®cm., and the diameter of an electron is negligible, to 
produce a large reduction in the current due to the motion of electrons at 
N.T.P., the magnetic field must be of order lO** gauss; the field required to 
produce a large reduction in the current due to the motion of ions is of order 
10® gauss under similar conditions. Thus at n.t.p. the electric current is 
nearly all due to the electrons except when H is very^ large. 

In calculating the thermal flow we suppose that there are no inequalities 
of composition and that Fj = F 2 = 0. By the argument used in deriving 2 , 
the flow due to molecules in the 2 -direction is 

|Jj^A:iW.0) + z' .8 


This integral is evaluated like 2 , remembering that now = c\. Assuming 
that 


Jxi(cI.O) 


as in the Maxwellian case, we find 


1 — ^ 

iPiCfw'i =-5ni 


dz 1 -\-w\r\' 


and a similar formula for molecules Similarly 


k^T dT (o^r\ 


^Pic\vi = — 5n 


^ mj dz 1 



10 


Thus when the temperature gradient is perpendicular to H the thermal flow 
in the direction of the temperature gradient is reduced, and there is in 
addition a thermal flow perpendicular to both Hand dT/dr (the Righi-Leduc 
effect). 

Thermal diffusion is affected by the magnetic field in much the same 
way as ordinary diffusion, as the general theory shows. The production of 
a transverse electric current in this case is called the Nemst effect. 


18.4. Boltzmann's eqvaiion: the second approximation to f for an ionized 
gas. We now return to the general theory. The solution of Boltzmann’s 
equation by successive approximation will be given for a binary gas-mixture. 
Boltzmann’s equation for the first gas is 


5/1 

Dt 


+ Ci.^ + 


^1 

dr 



^/i . ^1 /p A . 




— ~di(/fi) — di2(/lf2)y .^ 
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where the integrals J are as defined in 8.2,2,3. Because of the large molecular 
velocities, the term on the left which involves Cj A//is in general much larger 
than the other terms on this side; the first approximation to i is accordingly 
taken to be _ pr(0) 

^ (C^aH) . —Ji{ffi) — Ji2{fif2)» .a 

TTli Of_/j 

and the second approximation is 

+ C,.+ - c„A/f- 

ac'i^i'ar ® 

= - - -A (/'‘7f >) - . 3 

The novel feature is the retention of terms involvingand respectively 
in the differential parts of 2 and 3. 

The general solution of 2 is of the form 

/(O) — r) ( y 

-^^\ 27 TkTj^ ’ .“♦ 

as can be shown by a generalized form of the/f-theorem; and T, whichare 
arbitrary constants in the solution, are taken to be identical with the 
number-density of the first gas and the temperature. Writing 

ya)=jr(O)0(n /a) =/(o)0(n .^ 

we can put 3 in the form 

Dt ^ ar » Dt I'dC, dC\ ^ ” 

= - 5-A H). 7 ,( 0 ‘‘>) - n,n, 7,,(0 + 0<«).6 

nil CL'I 


the integrals I being as defined in 4.4, 3 , 4 . 

The term involving j in 18 . 2,5 corresponds to the term involving a Jf 
in 18 . 2 , 3 : hence, corresponding to the retention of/^^^ in the differential part 
of 3 we must substitute for j when obtaining a first approximation to 
DqCJDI from 18 . 2 , 5 . On the other hand, the term involvingj in 18.2,6 corre¬ 
sponds to the term involving CqaH in 18 . 2 , 3 , and so in obtaining the first 
approximation to DTjDt from 18,2,6 we put j = = 0 .* The first approxi¬ 

mations to equations 18 . 2 , 4 , 5,6 are thus 


~Tjr 


+ n,^.c„ 



DqU 

“dT 


+ W 2 


0 

dr 



* It may readily be verified that 7 , 8 and 9 can be deduced by multiplying 6 in 
turn by 1 , mjCj, and jm, Cj*, integrating over all values of c^, and adding to the 
corresponding equation for the second gas. 
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-^ 0^0 

Dt 


= /)l Fi + p 2 ^2 + (”l + ^2 ^ 2 ) Cq A // A /f — 




Using these relations, and substituting for from 4 , equation 6 can be put 
in the form 


—c +C 

Jl + tyi.rp £> 


dr 


2k-T 


_ _L ^ w r’ 1 

V'T 


- /-(oif c 


- nl /i( 0 j») - ni n, , 


10 


where in the present problem 


d^9 


CWlO . niW2(”^2-"^l) P}p2iFl-^2) ^1^2 


ar 


npp 


PP 


PP 


(W2 61 — mj 62) Cq A //. 


Similarly from Boltzmann’s equation for the second gas we obtain the 
equation 

J 2 \fcT ^A 2kT 2)’TBr 


lm.2.G\ 5\ 

\2j^~2)' 


/2 ii.rn^ 2 ^ 2 ’ .-M.m n)- m ^ ^ «12 • ^ 


r ar 712 ^ " 


/r! ^ f-\ ■ (/" A //) + :^ (Q A H). 




arj 

- n| 7^(0 <») - 7!, 7,i(0 n) + 0J») 


Since 


J(1) = ni€iC’ii> + 7i2e2CjJ^^ 

= C\dc, + 


each term on the right-hand sides of 10 and 12 involves the unknown functions 
and 0jJ^* linearly. The left-hand sides are linear functions of dTjdr, 
djdrc^y and il^^\ hence 

. 14 

'\ n'T' 

<f) ( 1 )- A _ _ _ R . „ _ 7 , n ti 

^2 “ * T ar 9 r^® ^^ 2 *'*i 2 - 


where the quantities A and D are vectors and the quantities B are tensors, 
which involve only the vectors C^, H and scalars. Now i/ is a rotation- 
vector in the sense of 1.11; in mechanical equations of translation it appears 
only through its vector products w'ith other vectors. Thus the only true 
vectors (not rotation-vectors) on which A-^ can depend are scalar multiples 
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of Cj, C^aH, {CiaH)aH, etc.; only the first three of this series need be 
considered, since 

[{CiaH)aH]aH = -H^Cj^aH. 

Hence we can write 


= AI{C,,H)C^~^AIHC^.H)C^aH-^AI^HC,,H)(C^aH)aH, .IS 

with a similar equation for Similarly 

D, = DI{C^,H)C^-\-D{^{C,.H)CiaH-^DI^^C^,H)(C^aH)aH . 16 

The corresponding equations for Bj, Bg involve six independent non- 
divergent symmetrical tensors, formed by combining the three vectors 
Cl, CjaW, (Cl a if) a h. 

18.41. Direct and transverse diffusion. Suppose for the moment that 
dTjdr and djdrcQ vanish. Then to the present approximation 


niCi =//f>0<«Ci(iCi 

= - //r GiiDl Cl + Z)J^ Cl A H A H) A ). ciigdCi 

= -wJ/rCiCi.{Z)Jdi2 + Z)pHAdi2 + Z)pHA(HAdi2)}dCi 

= -J^J/r<^K^{rfl2 + ^PWAdi2 + i)PifA(HACli2)}dCi.I 

Thus the velocity of diffusion has components, not only in the direction of 
di 2 , but also in the directions of if a dig and Ha (Ha dig). To see the meaning 
of this result more clearly we consider certain special cases. 

Suppose first that djg is parallel to H; then HAdjg = 0, and so 

0<^> = -nZ)}Ci.di2, 

the terms in vanishing. Thus Ci, C 2 and in consequence also 

are parallel to di^ and H, and 


/i>aH = 0, (CiaH).^ 


— n(CiAH),Z>Jdi2 = 0. 


Hence equation 18.4 ,10 reduces to 


7li 

which does not involve H, and is the same as the equation obtained when the 
magnetic field is absent. The rate of diffusion parallel to the magnetic 
field is therefore unaltered by the presence of the field. 

Suppose next that dj^ is perpendicular to H; then 


di2. [(Cl A H) A H] = - H^dij. Ci, 
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and so can be expressed in the form 

0(^> = - Cl A i/ - Z)ni //zc-j), 

or (as the term in can now be absorbed into the term in Z)}) in the form 

0(1) = _ ^ (j)J c^aH). .2 

Hence in this case the velocity of diffusion possesses two components, one 
parallel to rfi 2 > other parallel to //Acf^g, i.e. perpendicular to both f/jg 
and H. These are the velocities of direct and transverse diffusion of 18.31. 


18.42. The coefficients of diffusion. In the general case, when djg 
neither parallel nor perpendicular to H, the velocity of diffusion is the vector 
sum of the velocities of diffusion produced by the components of parallel 
and perpendicular to H when acting separately. Thus only the cases when 
di 2 is parallel or perpendicular to H need be considered; and as the first case 
is covered by the ordinary theory of diffusion, it is necessary to discuss only 
the case in which di 2 is perpendicular to H. Then 0i^i> and 0^i> are given by 
18,41,2 and a similar equation, and j(^* is expressible in the form 

J(i) = -n(L^di2 + Ad^2), .i 

where L^, are constants. Also 18.4,io takes the form 





- n? 7,(0 (1)) - n, I, 2 { 0 {^^ + 0i^^). 


We substitute in this the known expressions for 0^^'^ 0^^^ and then, 
equating coefficients of cfjg of HAdi 2 > we obtain the two equations 


1 


n- 


/(O) Cl = 


m 






If 


® + m, ^'1 C,) + C, + C,) 

D{+iHDl^ = ^^, Dl+iHDY = ^^, L^ + iHL^^ = Z, 


these two equations can be combined into the single (complex) equation 

J 

• • • • • « ^ 

Similarly from 18.4,x2 we derive the equation 




n. 




{ pkT m 


+ w-i 712/21(^2^2 + ^l)* 


4 
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Equations 3 and 4 replace the equations 8 .31, 5 . It can be deduced from r, 
and 18 . 4,13 and 18.41,2, that Z is connected with ^ 2 . by the equation 

2 = +. 5 

To solve 3 and 4, we use a method similar to that of 8.51. We assume that 
C 2 are expressible in series of the functions of 8.51, the coefficients 

being now complex; the equations from which the coefficients are to be found 
are derived by multiplying 3 and 4 by anda^''\ integrating over all values 
of Cl and Cg respectively, and adding. In particular, a first approximation to 
the solution is 

f 1 Cl = doa <»>, gg Cg = .6 

where is determined from the equation 
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^ ;/rCx.a<<»dc,-;l;/rC,.a<o'dc^ 
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iHZ 

pkT 


[J/r • ar "^2 ^2. a (*>) dCg] 




d^iH\^ J/f'oio'. a<»)etei + -^ {a«». 

L^i ^^2 J 


It was shown in 8.51 that 


J/f>7niCi.a][®>ciCi + J/i®^rn2Cg.aj5®^dc2 = 0; 


also, by 9 . 8,9 and 9.81,i, 






E 


271[Z>i2]i 


where [/^i 2 ]i denotes the first approximation to the coefficient of difTusion 
Inserting these values and effecting the remaining integrations, we get 

_ _ __ , 3 Til rtndf^ LE \ •» I rr* ri/ndn 

\{2kT)^ = 2 + + 


^0 



where 


0 ) = 


H(e i) 

pm^m^ 


T = 


?ni7n2n[Z)i2]i 


pkT 


Thus 


^0 = 


(2kT)^p t{\ - lojt ) 

p^p^ l+a>^2 

Combining this with 2 , 6 and 18.41,2, we see that 


0(1) 


(i^P_I_.lrf „(0, 

PiPa 1 + ^ 


d,,. (a <0' A H) 
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The corresponding velocity of diffusion is 
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(2kT)^npT d ,2 —(fa>T/ff)//A 
^P\p2 1 + 


(^J/rCi.ardc,-lj/< 0 )C 

yli^l 7l<> 




= _ idi2-i^T/H)HAdiz ) 

/> 1^2 l + . 

Thus the direct diffusion is reduced in the ratio 1/(1+ while the trans¬ 

verse diffusion is wt times the direct. Similar results hold for the direct and 
transverse electric currents, and for the direct and transverse conductivities 
of the gas. 

Equation 8 possesses a general similarity with 18.31,6,7. It is to be ob¬ 
served, however, that in place of Wj and it depends on which is a weighted 
mean of the two. For rigid elastic spherical molecules, in the same way, r, 
apart from a numerical factor, is a weighted mean of the collision-intervals of 
molecules of the two gases for collisions with molecules of opposite types; 
it is given by 

_3(mi + W2)/ mitn^ 

S/xrfg \2nkT(my-\-mz)) ’ 


8 pcr 


( m-^m 
2nkT(my 


+ W 2 ) 


whereas the formulae for the collision-intervals of molecules Wj, with 
molecules of opposite types are 


^ 2n2<7'f2 ( 


2nkT( 


1^2 Y _ ^ / m^yh 

mi + m2)/ ’ 2niCrj2\2nkT{tni 


+ 7 / 10 ) 


)■ 


In the limiting case when mjm^ is small, corresponding to the motion of 
electrons in a gas, we have approximately 


<0 = OJo, T - 


Thus, except for the numerical factor J in the expression for t, in this case 
our formula becomes identical with that given by the free-path method. 

The electrical conductivity!^ when there is no magnetic field is (cf. 18 . 11 , 4 ) 
connected with r by the equation 


— 'n^n2(e^7n2 — e2m^)^Tlpm^7n2. 


In metals the direction of flow of the Hall current is frequently perpendi¬ 
cular to the boundary of the metal; in consequence an electric field is set up 
which prevents any further flow of the current. Suppose that a similar effect 
occurs in a gas; then in addition to the factor causing diffusion there 
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is a second factor r/Jg arising from this new electric field. As there is to be no 
diffusion in the direction of //a equal orrHAdi2ll^t and so 



ppr (di2 4 - (orrjH) HAd^^) - {(otH/H) a + {(otIH)UA d^^) 

Kp2 1 + 


That is, the electric force increases the velocity of diffusion to the value 
it has in the absence of the magnetic field. This result is only approximate, 
since 6 only represents a first approximation; if further approximations to 
and ^2 made it is found that the electric force increases the diffusion, 
but not quite up to the value it would have in the absence of a magnetic 
field. For the Lorentz approximation the maximum reduction of the 
diffusion by the magnetic field when this electric force acts is in the ratio 
977-/32 = 0*88, corresponding to rigid elastic spheres. 


18.43. Thermal conduction. The general theory of thermal conduction 
and thermal diffusion in an ionized gas subject to a magnetic field is similar 
to that of diffusion. Thus, for example, the rate of thermal conduction and 
thermal diffusion parallel to the magnetic field is not affected by the field; 
if 0T/0r is perpendicular to H, on the other hand, the rates of thermal 
conduction and thermal diffusion in the direction of the temperature 
gradient are reduced, and additional conduction and diffusion occur in the 
direction of //a dTjdr. The general formulae for a binary mixture are, how¬ 
ever, very complicated even to a first approximation; we shall therefore 
content ourselves with the theory of thermal conduction in a gas composed 
of identical charged molecules. 

Suppose the gas is at rest, and that the magnetic field is perpendicular to 
the temperature gradient. The equation giving the velocity-distribution 
function is (cf. 18 . 4 ,io) 



5 \ 1 dT 
2/‘T^r 



(C^H) 


00 ( 1 ) 





where is of the form 

0 ( 1 ) = .(A^C + A^'^C^H). 

n 


Substituting this expression for 0 ^^* in i, and equating coefficients of dTjdr 
and // A cTjdr, we obtain two equations for and If 
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these two equations can be combined into the single (complex) equation 

This equation is solved like 7.31,a: a first approximation is 

gC = aiO(i>, 

where is the function defined by 7.51,a, and the coefficient is given by 

= -^aiJ/owa'D.aWdc + a.nLa'*). a<«]. 

Now, by 7.51,3,13, = 25c^A:T/4[A]i, 

where [A]i denotes the first approximation to the thermal conductivity. 
Hence, evaluating the other integrals, we get 


15/2A:T\* (15 feH 25c,.>biri 

4[A]i | 


= a 


26c ^knT 


(1 + t(DT), 


where now 


This gives 


(o = eHIm, T ~ 3[A]i/5Ct,p. 

6 [A]i 1 dT 

6nc^(2mkT)^ [ 1 -f coH^ }'T~^ 


The corresponding flow of heat is 

q = jpo)0O)lrnC^Cdc 

1 + 0 >V 2 

Thus the effect of the magnetic field is to reduce the flow of heat in the 
direction of the temperature gradient in the ratio and in 

addition to cause a transverse flow (in the direction of Ha dTjdr), which is 
on times as large as the direct flow. These results, again, are similar to 
those of 18.31. 


18.44. The stress tensor in a magnetic field. The effect of a magnetic field 
on the pressure distribution is more complicated, and less interesting to the 
physicist because the corresponding phenomena cannot be observed in 
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metals. We therefore merely give the main results without proof. Suppose 
that H is in the ar-direction; then 


P 


XX 




as when the magnetic field is absent: for a simple gas the remaining com 
ponents are given to a first approximation by 


Pyy = P 


2/4 




2 ^(^yy "b • 9 "h ^ 


2/4 




2/4 


Pyz ~ Pzy ~ J I ®l/l/)* 3 ^}» 

9 


2/4 


Pxy~~Pyx'~ j . 4 ^ 2^2 

& 


2 /i 


Pxz~Pzx 1 _j_ 4^27*2 


where e denotes the tensor 


a 


as in 1 . 33 , 3 ; the quantities to, r are those defined by 18.43,2. In terms of //, 
r is given to a first approximation by 

T = 3 / 4 / 2 p. .I 

18.45. Transport phenomena in a Lorentzian gas in a magnetic field. 
The Lorentz approximation is of peculiar importance in considering the 
motion of electrons in a slightly ionized gas. The modifications in the 
theory when a magnetic field is present are readily made. Suppose that 
electrons or light molecules constitute the second gas of a binary mixture at 
rest; then, approximating as in 10.5, we can put 18. 4,12 in the form 

U ( m^Cl 5\ 1 ay n 

V'Thr 

e. d0P^ 

= C^bdbde, 

lft<% 0 \. K'% 


tile first term in the bracket on the right of 1 8 . 4,12 being omitted because of 
the smallness of 

Substitute in this equation 


1 dT 


0 .<» = - (A\C.^ A\^C.kH) D^C^kH) 
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Then, integrating with respect to b and e as in 10.5, and equating coefficients 
of dTj^y dTjdr, -Wa rfig, we obtain 

5 „ ..TT 

- = -o)2HAl^ + 27Tni^il>Al, 


0 = (u^Al+2nni4>WHAl\ 

-^=-<o^HDl^ + 27rn,<l>i^D\, 

1^2 

0 = o)2l>l+2nn^<^{l^HDl^, 

where o >2 = as in 18.3. From these equations it follows that 


1 

HA\^ _ 


2nn^<j>^ 

(l}^ 

6.i + (27rn.^6,iy’ 

Dl 

HD\^ _ 

- l/n. 


(£>2 

to| + (27rn,^Ai<|>)2’ 


Thus, for example, the rate of diffusion is given by 



If <f>^ is independent of Cg, this shows that the direct diffusion is reduced in 
the ratio 1/(1 + and the transverse diffusion is ojt times as large as tlie 
direct, where here t = In general is not independent of 

and it is impossible to evaluate the integrals in finite terms: for example, 
for rigid elastic spherical molecules = C 2 // 2 > where is the mean 

free path of the lighter molecules for collisions with heavy ones. The for¬ 
mulae are still, however, somewhat reminiscent of those of 18.31; they still 
indicate that for ordinary magnetic fields and normal densities the transverse 
diffusion is proportional to H and the reduction in conductivity to while 
for very large magnetic fields or very small densities the direct diffusion is 
proportional to IjH^ and the transverse to I///.* 

Similar results hold for thermal conduction. 


* For the evaluation of the integrals for rigid elastic spheres, see Cans, Ann. der 
Phys. 20, 203, 1906, and Tonks and Allis, Phya. Rev. 52, 710, 1937. 
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18.5. Transport in metals in a magnetic field. Sommerfeld, in the paper 
referred to in 17.5, has considered the effect of magnetic fields on the flow of 
electricity and heat in metals. 

Consider, as in 17.6, a mixture of electrons and heavy molecules in a 
steady state, such that Cq = 0 everywhere. The first approximation to the 
velocity-distribution function for electrons is, as in 17.6, 

/f) = + .. 


The second approximation is where is found to satisfy the 

equation ^ 


Co -^+-^2*9^ + A (C^AW). - n ^2 


which differs from 17.6,6 only by the term involvingH on the left; I is defined 
by 17.6,5. 

It can be shown that, as with an ordinary gas, diffusion and thermal con¬ 
duction parallel to the lines of force are unaltered by the presence of the 
magnetic field: we therefore consider only the case in which the temperature 
and density gradients and the external forces are perpendicular to the field. 
For convenience in evaluating the integrals we assume that H, like I, is 
independent of r; since, however, depends only on the local value of 
//, our expressions are in general valid even if H is variable. 

By analogy with 18.41,2, 

0^1) =€|I.C2+d“.(C2AH), .3 

where and are vectors perpendicular to H, which depend on Cj only 
through the scalar Cg. Substituting this expression in a, we get 
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dc 


) = (c,aH)) 


-^. (c, KH)-mc^.d^). 
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The coefficients of Cg and on the two sides of this equation can be 

equated separately, giving 


dr ^ 


^2 ^^2 


= -/r 7 - 

0 = ^ 
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2 



2 . ^2 
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2 



whence d} and can at once be found. Inserting their values in 3 , we find 

I /s/r, s/r 


6>2 = Q — 1/(1 + ci>|Z*/c}), 


where 


5 
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The velocity of dififusiion of electrons through the heavy molecules is 
given by 


712^2 






3 J ^2 l \ ^2 ^^2 / \ 

Transforming the integral as in 17.61, this becomes 


‘. ^^2 a /2 


( 0 )' 


dr ^ c, 


dc 


C^dCg. 


ngCg 




The integrals are evaluated using 17.6, 12 ; if only the first term on the right 
of this equation is retained, a first approximation to the velocity of diffusion 
is found to be 


^ 2^2 = ” 


47rm?/^2 


3h^ 




dif 
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- F 2 H '2 - 
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H 


H 



where w is defined by 17.61,3. Thus, using 17.61,4, to the same order of 

approximation 


_ V fi anc 

n2C2^-mw\;^^-^ 


-F2^- 

2 




Remembering the definition oiQ, we may note that this equation is similar 
in form to 18.42,8, o) 2 l(^)h^ taking the place of (dt. Thus, as in a gas, the 
effect of the magnetic field is to reduce the direct diffusion in the ratio 
1 : {l + («^ 2 ^(^)/^)^} introduce a transverse diffusion W 2 ?(H")/(r 

times as large as the direct. If the transverse diffusion current is prevented 
from flowing by an electric force, there will be, to a first approximation, no 
reduction in the direct diffusion, though further approximations indicate a 
slight reduction. 

When the diffusion is due solely to an applied electric field, = — eEfni^, 
where —e is used for the electronic charge Cg. The corresponding electric 
current is 


— ngCCg = 


n2eH(w)Q(\v) 



el{w) 

Wgir 


H^E 



This indicates the relative magnitudes of the direct and transverse electrical 
conductivities. 
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The flow of heat in consequence of the motion of the electrons is given by 






^2#/* ^ 
H dr 


+ 




m 


Using the first approximation, obtained when only the first term on the 
right of 17 . 5,12 is retained, we find that 


q =r TigCg . 

so that the flow is that corresponding to the passage of ngCg electrons, each 
carrying energy Xo get the true thermal flow we have to proceed to 

a further approximation, assuming in so doing that C2 = 0 and Fg = 0; the 
final result when this is done is 





l{w)Q{iv)w^ 


dT 

dr 


e^l(w) 

m^w 


Ha 


dr]' 



Comparing this with 7 or 8, we see that the transverse and direct thermal 
conductivities bear the same ratio to the thermal conductivity in the 
absence of a magnetic field (whenf2 = 1) as the transverse and direct electric 
conductivities do to the electric conductivity in the absence of a magnetic 
field. This result ceases to be exact, however, when further approximations 
are used. 

Results can also be obtained for the thermal diffusion in the presence of 
a magnetic field. 

Equations 8 and 9 are found to represent the experimental results 
qualitatively, but not quantitatively. For example, using values for /(»r) 
determined from the conductivity in the absence of a magnetic field, theoreti¬ 
cal values are obtained for the Hall current which are of the same order of 
magnitude as those obtained by experiment; but the direction of the 
observed current is sometimes that of —HaE, instead of that of W a F, as it 
should be. It is possible to explain the direction of the observed current in 
these cases by supposing that it is carried by positively charged particles, 
or, what amounts to much the same thing, by “holes” in otherwise full 
bands of electrons. For a detailed study of these points we must refer to 
other treatises.* 


* See R. H. Fowler, StaU’stical Mechanics, (2nd ed.), chapter 11 (1936), where 
references to other books are given. 
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18.6. Alternating electric fields. In the theory given in earlier chapters 
it was assumed implicitly that the acceleration F of a molecule is a relatively 
slowly varying function of the time. When, as in the propagation of wireless 
waves, an alternating electric field acts, whose period is comparable with 
the collision-interval for electrons, the theory requires considerable modifi¬ 
cation. 

Consider a uniform gas under no forces other than the alternating electric 
field and a constant magnetic field H. To satisfy Maxwell’s electromagnetic 
equations, the magnetic field should actually have an alternating part; but 
in practice this is small compared with the slowly varying terrestrial fields, 
and it will accordingly be ignored. 

The electric field can be divided into components parallel and perpendi¬ 
cular to H\ the diffusion due to the first of these can be shown, by an argu¬ 
ment similar to that of 18.41, to be the same as if the magnetic field were 
absent. Thus w'e have only to consider diffusion due to an alternating field 
in the two cases when H is perpendicular to the field, and when there is 
no magnetic field; and since the latter is a special case of the former, it is 
sufficient to work out the theory when H is perpendicular to the electric 
field. For reasons which will appear later, it is convenient to work with an 
electric field not always directed parallel to a given direction, but circularly 
polarized in a plane perpendicular to H. 

Consider the motion of a single particle of mass and charge e^. For 
convenience let H be parallel to Ox, and let the electric field be given by 

E = (0, —Esinsty Ecosst). .i 


Then the part F^ of the acceleration of the molecule which is due to the 
electric field is = (0, - F^sinst, cos st) 


e^E . 


\ 


s\n st 


e.E \ 

, —— cos st I . 

Wll ) 


The equations of motion of a particle are 

X = 0, y ~ —Fisinsi, z = — FlCoss^ 

(cf, 18 . 3 , 2 ), where o)^ = If y and z = w[ initially, when < = 0, it 

follows by integration that 

F 

y ^ v\ COS (Oil + w[ sin ^ \ (cos5/ —cos Wj/), 


(Wj-f 5) 


i = — vj sin i -h w[ cos ( 1)^1 + 


I'x 


{(O^ + S) 


(sin5^ sin co^t). 


Now w\ and denote the initial velocities of the particle in directions 
respectively parallel to F, and perpendicular to both E and H (actually the 
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direction is that of JBaW). If the velocities parallel to E and to E^H after 
time t are denoted by Wi and Vj, then 


= z cos si— y sin st 

= y cos st-\-z sin si 


\ Wj+s/ 


8 in(a>i + 5) 


^ lv\ - I cos(W| +s)t’^w[ sin(w, + s) t H —~ 

\ ^ (o^ + sj ' 1 ' 0)^ 




■¥8 


Comparing these equations with 18.3,4, we see that the component velocities 
parallel to E and to EhH vary in the same way as if the acceleration was 
constant in direction and of constant magnitude e^Ejm-^y and the magnetic 
field was increased to // + sm-^je -^; or, what produces the same effect, if F^ was 
constant and equal to e^Elm^, but the molecular charge was not but 
where e[ = ei + srrii/H. Since the gas is uniform, diffusion in it will depend 
on the velocities of the molecules, not on their positions; thus the velocity 
of diffusion at any instant is the same as if each molecule were subject 
to a force in a constant direction producing an acceleration = e^Elm^^ 
and to a perpendicular magnetic field Hy and had charge 

All the results of 18.3, 18.41 and 18.42 can accordingly be modified to 
apply to the present problem. In addition to the direct diffusion current in 
the direction in which the electric field is at the moment acting, there is a 
second transverse current in a direction perpendicular to both the electric 
and the magnetic fields. By analogy with 18.31,3^4, the free-path method 
indicates that the velocities of diffusion of molecules relative to the whole 
mass of gas in the direct and transverse directions are and t\y where 


^ Cl E Tj 

^jj — * __ - ■ 

^ \-¥{s-¥eyHlm^)'^TY 

_ e^E (5 + Cl r\ 

I + (5 + ei///mi)2Tf ‘ 


Here is the velocity of diffusion in the direction which the electric force 
had one-quarter of a period earlier. Similarly the general theory indicates 
that the velocities of relative diffusion of molecules in a binary mixture in 
the direct and transverse directions are, to a first approximation, equal in 
magnitude to 


— Wo 


= E 


6i mg —62^1 T 

nil 7n2 1 + (5 -I- 6>)“ T- 


and 


~ ^'2 = ^ 


“^ 2^1 ^ 


m^ mg 1 -f ( 5 -f 


respectively, to and t having the same meaning as in 18.42,7. 


6 
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If in place of the circularly polarized field i we have to deal with a linearly 
oscillating field 

E = (0, 0, ^ 0 CO 8 5<)> .7 


we must represent this as the sum of the two circularly polarized oscillations 
(0, ^EQCoast) and (0, —^EQ3in{ — st), ^ E ^ co3{ — st)). 

Then, for example, to 5 and 6 correspond the equations 


w 


= E, 




(1 + (5 + 




2^2 


and 


V 


= E, 


( (5 + (j))t 


(o) — 


+ 


2miW2 + + 1 -f ((t> —5)^7^) ’ 


8 

9 


the direction of the transverse velocity of diffusion being taken as that of the 
first circularly polarized oscillation one-quarter of a period earlier. 

The above resxilts, which have been derived from the equations of motion 
of a single particle, could also be derived from the general theory, with the 
appropriate modifications. The modifications necessary consist of the- 
retention of a first approximation to in the equation for if 

fa) = a(CjL)cos5^ + >?(Ci)sin5i, 


the first approximation is taken to be 


dt 


s[ — a(Ci) sin st -H /^(c^) cos 5 ^]. 


Phenomena in strong electric fields 

18.7. Electrons with large energies. In certain circumstances the electrons 
conducting electricity in gases have energies far exceeding those appropriate 
to the temperature of the gas. It was one of the simplifying features of the 
Lorentz approximation that in the elastic encounter of two particles of 
widel}-- different mass there is little interchange of energy; for example, if 
an electron of mass impinges on a molecule of mass at rest, and the 
relative velocity g is turned through an angle the energy lost by the 
electron is 

^1^2 5^(1 - cosx)/{wi -I- m2)^ 

which is a small fraction of its original energy, Hence in the presence 

of a strong electric field a slowly moving electron will, on an average, gain 
far more energy from the field during a free path than it can lose at an 
encounter. In consequence, the mean energy of electrons grows until the 
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small fraction of it which is lost at collisions balances the energy gained 
during a free path. The mean energy in the steady state is thus much larger 
than the thermal energy |A:T; the velocity-distribution function of the 
electrons differs widely from the Maxwellian form, and the theory of diffusion 
in the electric field differs considerably from that of 10.5. 

If the mean energy of electrons is sufficiently large, inelastic collisions will 
occur, in which part of the energy of an electron is used in exciting the 
quantum states of internal motion of a molecule. In a gas like helium, which 
has a high excitation potential, an inelastic collision can only occur if the 
electron has an energy some hundreds of times as large as the thermal energy, 
and the energy lost by the electron is large; in diatomic and polyatomic gases, 
on the other hand, a much smaller energy is at>ie to stimulate the rotational 
and vibrational motions of the molecules, and inelastic collisions are 
important at much lower energies. These facts are of importance in con¬ 
sidering the mobility of electrons in gases. 

Another case in which the mean energy of electrons may considerably 
exceed the thermal energy occurs in the study of the upper atmosphere. 
The electrons are liberated from molecules by ultra-violet or corpuscular 
radiation; they remain free until they combine with positive ions to form 
neutral molecules, or with neutral molecules to form negative ions. The 
energy required to ionize a molecule is much larger than the thermal energy 
|^•T, and the ionizing agent will probably possess energy in excess of this 
requisite energy by an appreciable fraction; the excess energy may be used, 
partly or wholly, in giving the liberated electron kinetic energy. The mean 
kinetic energy of electrons when liberated is therefore likely considerably to 
exceed the thermal value; and if electrons do not make too many collisions 
with molecules before recombination takes place, the mean kinetic energy 
of electrons present in the atmosphere is likely to be larger than the thermal. 

18.71. The steady state in a strong electric field * Suppose that electrons 
in a large mass of gas are subject to a strong electric field. After some time 
an approximately steady state will be reached, in which the energy gained 
by an electron during a free path is, on an average, balanced by the energy 
lost at a collision with a gas-molecule. If collisions with the molecules are all 

♦ Numerous investigations of the steady state of electrons in a strong electric 
field have been made; see Pidduck, Proc. bond. Math. Soc. 15, 89, 1916; Druy- 
vesteyn, Physica, 10, 61, 1930, and 1, 1003, 1934; Morse, Allis and Lamar, Phys. 
Per. 48, 412, 1935; Allis and Allen. Phys. Rev. 52, 703, 1937; and Davydov. P/tj/s. 
Zeit. Somjetunion, 8, 59, 1935. Of these all save Pidduck and Davydov ignore the 
motion of the molecules; Druyvestcyn in addition takes an average of the energy- 
loss at collision of elastic spheres. Townsend {Phil. Mag. (7). 9, 1145, 1930, and 22, 
145, 1936) considers a related problem: he docs not work out the velocity-distribution 
at a point, but considers the behaviour of a set of electrons initially together and 
with energies in an assigned range. 
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elastic, these losses and gains of energy will be small compared with the 
mean energy; and since the direction of motion of an electron undergoes a 
large deflection at encounter, the velocity-distribution function for electrons, 
though very different from the Maxwellian in form, will be nearly inde¬ 
pendent of the direction of the velocity. 

Suppose that the electrons are so few in number that their mutual 
encounters can be ignored. Consider the equilibrium of a mixture of neutral 
molecules, of mass wij, and electrons, of mass and charge Cg, under the 
influence of an electric field E, If the state is uniform as well as steady, the 
velocity-distribution function for electrons satisfies the equation 

^2 • H K^dVidc^, 

where k-^^dk = gbdbde, and ^^2 is a function of g and b; also 

^2 “ 62 ^/^ 2 * . Z 

The velocity-distribution function for the molecules can be supposed to 
have the Maxwellian form for a gas at rest, i.e. 

/l = e-m,Ci*/2A:r 

^\27TkT} .3 


Since the distribution of electronic velocities is nearly isotropic, we put* 

/a = + Fg. -H FgFg : 4*..., 4 

where each of the functions/^«>,/«),/«>,... denotes a function of the scalars 

o 

^ 2 ) Fgalone, and the quantities Cg, CgCg,... are the vector and the tensors of 
second and higher orders whose components are solid harmonics in the 
components of Cg, i.e. functions satisfying the equation 


dul dv^ dw^ 

We substitute from 4 into i, and equate terms involving scalars only, terms 
involving the vector Fg, and terms involving the tensor FgFg, etc.: then we 

= ff(fifr-/ifniudkdci, . 5 


^2-^2 

^2 


0C2 ^ ^ C| dC2 


= ■ c^)-fjnf'2 ■ c,)) i-,,dkdc„ 



* The notation here is rather different from that used earlier. A second approxi- 
mation towas denoted earlier it is now represented by/ 2 <®>-f-Fg . 

and so on. 
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■ ^id a series of similar equations. Since the second term of 4 is small com- 
I ed with the first, it is natural to expect that the third and subsequent 
terms are small compared with the second; they will accordingly be ignored 
in subsequent work. Thus we have to deal with 5 and 6 alone, and the 
second term on the left of 6 can be omitted. Moreover, since is very 

small, only the least power of m^lrriy which appears on integration need 

be retained. In this connection it may be observed that and 

so can be regarded as at least as small as (mg/m^)*. 

In 6 it is sufficient to put Cg = = g, = c[, which is equivalent to 

ignoring completely. Then, transforming as in 10.5, it becomes 

^ = -Wi/^«(F 2 .C 2 )J(l-COSX)fci 2 (C 2 )dk 
C 2 0 C 2 

= - 27Tn^fi^\F^ , C 2 ) 

If, as in 17.6,5, l(c^) is defined by the equation 

^(^ 2 ) = C2l27Tny(/>il>(c2)y . 7 

so that /(C 2 ) is identical with the mean free path of electrons of velocity Cj 
when the molecules are hard spheres, and is otherwise an equivalent free 
path, it follows that ;sf(o) 

^ = -cl/^^V^(C 2 )- . 8 

If the same approximations are made in 5 , the integral on the right 
vanishes. It is therefore necessary to proceed to a further approximation; 
we retain all terms of order not less than TWg/wii. 

Multiply 5 by dc^ and integrate over all values of Cg such that < v. Then 

we get rtj 0 

JJJ{/;/r-/i/r)fci 2 ‘ikdc,dc 2 = ^ dc. 

Using a transformation similar to that of 3.53,* it can be proved that 
integrated over all values of the variables such that c, < v, is identical with 

J JJ/i/i** ^12 dc, dc2 

integrated over all values such that < v. By 3 . 43,3 

c.'2 = cl - 4il/,(g2i. k) (C 2 . k) + 43ff(g 2 ,. k)2 
= cl- 4ilf,(§ 21 . k) (c, . k) - 4MiM2(g2i ■ k)*, 

* The difficulties about convergence can be avoided if it is supposed as in 3.6 that 
encounters are neglected in which the deflection of the relative velocity is less than 
an assigned small quantity. 
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and so, correct to terms of order , 

C2 = yl{4 - 4(^21 • k) (Cl • k) - 2(^21 - k)2} 

= C2 - 2(^21. k) (Cl. k)/c2 - 2ilf2(5^21 * k)2/c2 + 2J^2 i • k)^ (Cj. k)2/c|. 

Hence if the direction of Cg is that of the unit vector a (so that dc^ = cldcada), 
the condition that C2 < v is equivalent to C2 < v + -dv, where zlu is a function 
of V, a, Cl and k; Av/v is a small quantity of order cjc^ or and 

Av = 2(^21 • k) (Ci. k)/c2 + smaller terms 


= 2(Ci. k) sin ix + smaller terms, 


10 


since the angle between ^21 and k is J(7r-x)- Thus 9 is equivalent to 

v+Av 

_ I I I / I 
T 


^TTl?v^mv) = JJJ( ^/<») k.^cldc^'j dkdadCi. 


We substitute in this the Taylor expansion 

mc^) = mv)+ (c, - V) + i(c, - vf +.... 

The third, fourth, ... terms of the expansion, after integrating with respect 
to C2, give quantities of order (Avf, (Av)^, which can be neglected. Thus 


0+ 


4 

1 


nFIv^mv) = dkdadc. 




dmv) 

dv 


Ml 


v+Jv 


(C2 — v)/i kx^cldc^ dkdadci. 


II 


In evaluating the second term on the right we can approximate by 
putting 


when it becomes 


^12(5) ci = k^ 2 (‘v)v^, 

Av = 2(Ci. k) sin Jy, 


V 


dmv) 


dv 


/JJ'2sin2 ^x{Ci • k)2/iA:i2(«^)dkdadci 


= ^nv 


dv 


//{l-cosx)/icf*,j(i;)dkdCi 


= 47rn 


fcT .dfi^>{v) 


V 


m 


dv 


0(1 — cos;^) vbdbde 




kT .dn^iv) 


v 


m 


dv 




= 47T 


TTli 1(V) dv 
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In the calculation of the first term on the right of xx it is necessary to take 
into account the smaller terms on the right of lo; the integration is very 
involved. It is, however, possible to determine the value of the integral 
indirectly.* Let it be ijr(v); the value of ^ will not depend on or onfl^K 
Then ii becomes 


If i^2 = equation is satisfied by 

/«)(?;) = "2(2^) 

For this to be so, we must have 

/ / V , mo 

ljr{v) = 477 — y—. 

^ l(v) 

Substituting this expression and replacing the variable v by Cg, we have 
finally 






myl{C2) 5c 




12 


This equation can be given a simple interpretation. The left-hand side, 
multiplied by 4777/13 cldcg, can be proved equal to the rate at which electrons 
of speeds between and Cg + dc^ gain energy from the electric held per unit 
volume; the second term on the right, similarly multiplied, gives the loss of 
energy of these electrons in encounters if the molecules are at rest before 
encounter; and the first term represents the correction due to the relatively 
slow motions of the molecules. 

From 8 and 12, it follows that 


F|/(c 2 ) a/r kT a/^o>. 


3 ci 


whence 






dc 


riitCtdct 


+ 


77/1^(02) aC2 771 iZ(C2) 


n°' 


+ m,F,*/V 3 c,* 


/i‘> = 


WgCg/ 


kTcl-\- 


_ f(0) 

2 12 •'2 » 


»3 


where ^ is a constant. For small values of F^, these expressions approximate 
to those obtained by the Lorentz method; for large F^y when the mean 
energy of an electron is large compared with ^kT, they approximate to 




3 msC,*rfc, 

m\FCl* 



^^^ 2^2 fio) 



The condition that 13' should hold is that kT should be small compared with 


♦ A device similar to this was used by Davydov {loc. cH.). 
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in the range of for whichis appreciable; since m^cl > 3 kT 
when this is so, the condition is that the mean value of El shall be large 
compared with 3 A:r(wi 2 /^i)** 

If the molecules are rigid elastic spheres, so that the free path is inde¬ 
pendent of C2,13 becomes 

3m,c,« « 3WI.C/ 

jm = Ae = .13- 




This result was originally derived by Druyvesteyn. It indicates that the 
number of electrons with energies large compared with the mean energy is 
much smaller than in a Maxwellian distribution with the same mean 
energy. Using this result, it follows that A is connected with the number- 

density w, by the relation 

&cc STHtCg* 

ng = ^nAi e 


= ttA^ 




3 m 


) mh 


and that the mean energy of an electron is 


— 27 r-dm 


QQ 37?ltCt^ 


^2 J 0 

and the mean velocity of diffusion of the electrons is of magnitude 


14 


Ij 

3 n 


r , 47rm2.4 f® 

-Jcj, j , 


3 m,c»* 


= ( 5 )'^(S)W = 


This is small compared with the value 


&r) 


given by the Lorentz api^roximation. 

The formula 13", however, gives too few electrons of high energies for 

certain gases. It is clear that the actual distribution of velocities is very 
sensitive to the law of interaction between electrons and molecules; for 
example, if the force between them varies inversely as the inverse fifth 
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power of the distance, on the classical theory llc^) is proportional to c and 
the distribution function is Maxwellian, though with a “temperature” 
considerably higher than that of the gas-molecules. It is possible to calculate 
l{c^) numerically for actual gases, from the experimental results on the 
angular distribution of electrons scattered by molecules, using 7 and 


^*12(^2) = J(l-cosA:)ai 2 (c 2 ,;v)sinA:«^;V. 


where ct^i(c 2 ,x) has the same meaning as in 17.2. From this the distri¬ 
bution function for any can be determined numerically, and the mean 
energy and rate of diffusion of the electrons can be calculated. Since both 
of these quantities are also measurable by experiment, a direct check on the 
theory is available. 

Calculations of this type have been made by Allen* for the motion of 
electrons in hehum, argon and neon. The calculated values of the rate of 
diffusion agree fairly well with experiment for values of F^l which are not 
too large, though they are in all cases rather too low; the calculated mean 
energies are much larger than the experimental, but it is suggested that this 
may be due in part to an incorrect interpretation of experiment. When F I 
is very large, fast electrons are losing energy by inelastic impacts, and the 
above theory does not apply. In this case experiment shows that the mean 
energy approaches a constant value as the electric field increases, and that 
the velocity of diffusion increases more rapidly than the above equations 
indicate. 

The distribution of electronic speeds in helium is illustrated in Fig. 12. 
For this gas the quantity l(c^) has a minimum corresponding to electronic 
energies of about 2 J electron-volts, and increases rapidly for energies in 
excess of this. For comparison, the distributions corresponding to Maxwell’s 
and Druyvesteyn’s formulae are also shown; the three curves (with the axis 
of abscissae) include equal areas, and correspond to the same mean energy 
(5*84 volts). It is clear from the figure that the calculated distribution is 
intermediate between those of Maxwell and Druyvesteyn; its maximum is 
sharper than that of Maxwell’s curve (III), but it gives more high-energy 
electrons than curve II (Druyvesteyn). 


18.72. Inelastic collisions. The general theory of motion of electrons in a 
gas when inelastic collisions are possible is very complicated, and will not be 
given here. However, we can obtain some idea of the order of magnitude of 
the effects involved in the case of a gas like helium, which has a large excita¬ 
tion potential. An electron whose energy exceeds the excitation energy by 


* Phys. Rev. 52, 707, 1937. 
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an appreciable amount will not undergo many collisions before it loses 
energy inelastically, and so cannot obtain an energy much in excess of the 
excitation energy from the electric field before this happens; its energy after 
the collision will therefore be small. Denote by -^(Cg) the number of electrons 
per unit volume and time which imdergo inelastic collisions and whose 
speeds decrease from values above to values below Cg because of the 
collisions. Then S(c^) will be small if is either very large or very small; 
but there will be an intermediate range of values of which is neither losing 
nor gaining electrons by inelastic collisions, and in which, therefore, S(c^) is 
constant. This range will contain the majority of the electrons. 



Figure 12. The distribution function for electronic speeds (4;rcjV2^°>): (I) calculated 
for electrons in helium, mean energy 5’84 volts, (II) given by Druyvesteyn’s formula, 
and (III) given by Maxwell’s formula. 


The left-hand side of 18.71,9 represents the number of electrons per unit 
volume and time which enter the velocity-range for which c^<v because of 
elastic collisions; the right-hand side gives the number leaving the same 
range because of the electric field. These quantities now differ by S(v). 
Hence, integrating as before, we find that 18.71,ia is replaced by 




g(c,) kT 

inc\ m^l Sc, m^l 


I 


Here the term involving kT unimportant for values of such that 
inelastic collisions are important, and so can be neglected. 

It will be supposed that 18.71,8 is unaffected by inelastic collisions; this 
amounts to assuming that the resultant momentum of electrons w'ith speeds 
between Cg and Cg-l-dCg is unaltered by inelastic collisions. This will be 
rigorously true in the range in w'hich electrons are neither lost nor gained by 
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inelastic collisions, and may be taken as a sufficient approximation else- 
v.here. Combining 18.71,8 with i, we have 

_ ^ ^ S(c^) 

3c| dc 2 477c| m^l 

If denotes the value of in the absence of inelastic collisions, which is 
given by 18 . 71 , 13 ', the solution of this equation is 


/•(O) = mJ 5 3S(c2}dc2 \ 


where .B is a constant. Now when Cg is large is small compared with 
also ^(Cg) denotes the number of electrons with speeds greater than Cg 
which undergo inelastic collisions, and this, being roughly proportional to 
the total number of electrons with speeds greater than Cg, tends to zero more 
rapidly than as Cg increases. For to be small compared with /<®> for 
large Cg, we must have 


and so 


B 



3S{c2)dc2 


J C, 


3j5?(c2)dc2 
4nc2lFlf^^ 



If/^®^ is small for energies approximating to the excitation energy, will 
not be appreciably affected by inelastic collisions. For in this case the major 
part of the integral in 2 comes from the range corresponding to energies close 
to the excitation energy; thus if the energy is much smaller than the 
excitation energy 2 approximates to 


= /(O) X const. 


As Fg increases, inelastic collisions begin to affect the values of corre¬ 
sponding to smaller energies. 

A good approximation to is obtained if we take ^(Cg) as constant if 
Fj < Jmgcl < Fg, where Fg — F^ is the energy of excitation of a molecule, and 
Fj is small compared with this, and put ^(Cg) = 0 elsewhere, 

18,73. The steady state in a magnetic field. Consider now how the velocity- 
distribution of 18.71 must be modified when a magnetic field H acts per¬ 
pendicular to the electric field. In this case 18,7l,i is replaced by 





(Co A H) 



In this we insert 


n(/;/2-/i/a)ix2dkdc,. 


1 


h = /r + + (H A Fj). 


2 
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wherefunctions of the scalars c|, only; we neglect 

o 

terms involving CgCg on the left. Then, equating terms involving only 
scalars, and terms involving the vectors and Wa Fg, we get 

Si ^ = /J(/i/r -fjn k,,dkdc,, .3 

—• ci) . c,)} k,,dkdc,, 

Cg \ OCg ^2 / 

.4 

^?-(HaF 2).C2/^» = JJ{/;^^«■(/^AF2).ci-/J(l>(HAF2).C2}^•,2dkdc^ 

.5 

The integrals are evaluated as in 18.71, giving 

1 jjm fm ^ Vh£^ f(0) .5 

0/<o> 

--g j .y 

ocg m2 Z 

^ f(l)r 

= .8 

m2 Z 

We neglect the term involving kT in 6; then elimination ofand gives 

w m 

3c| 9 c 2 / \ m|c| / mil 
the solution of which is 

f 37n,c.» / 

/f>= ‘ .9 

Comparing this with 18 . 71 , 13 ', we see that the effect of the magnetic field is 
to reduce the mean energy of electrons, the effect being the same as if 
Fg were reduced by a factor equal to a mean value of ^(1 +elHH^Ivilcl). 
Again, from 6 and 8, 

f(l) _ ^^2^2 .(0) cd) _3f2_ ^(0) Q 

and so the velocity of diffusion of electrons is 

C, = A F,) c|dc, 

7nj^7i^Fiy^ I \ * V 
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Thus, if //Cg is constant and equal to Tg (so that is an equivalent mean 
collision-interval), it is found that 



r2(1^2 — H A Fg62X2/^12) 
1 


It 


which is identical with the result when the electric field is small. Equation xx 
can be taken as a first approximation when Z/Cg is not constant, Tg then 
denoting a mean value of Z/Cg. 

If Z is constant and H is small the results can be expanded as series in H\ 
if C 20 denotes the mean value of Cg when = 0, it is found that the mean 
energy is reduced in the ratio 

1 — 0*618e|/f^Z^/?n|c2o + •••> 


the direct diffusion is reduced in the ratio 

1 _ 0’%l^elHH‘^lml72l+ 


and the ratio of transverse to direct diffusion is 

l-OSSCg/fZ/mgCgo— ••• 


It is to be observed that the direct diffusion-velocity is not much less 
than the ordinary velocity of diffusion in a gas subject to no magnetic force 
in which the electric force is adjusted to give the electrons the same energy. 

18.74. Ionization and recombination. As indicated in 18.7, a steady state 
is possible in which electrons with high energies are produced by the 
ionization of molecules, the electrons losing emergy elastically at collisions 
with molecules before recombination takes place. Suppose that the gas is 
uniform and at rest, and that no electric or magnetic fields act. Let acZcg 
denote the rate of production of electrons with velocities in the range Cg, 
dC 2 per unit time, by the ionization of molecules, and let be the rate 

of loss of electrons to this velocity-range per unit volume by recombination; 
a, p are supposed to depend only on the magnitude of Cg, not on its direction. 
Then the equation satisfied by the velocity-distribution function /g for 
electrons is 

= a - AA + j;(AA -A A) 


If the state is steady, c/g/PZ = 0. Again, if the integral on the right is 
multiplied by dCg, and integrated over all values of Cg such that Cg < v, then, 
by the argument used in simplifying 18.71,5, the resulting expression is 
equal to 

(_WV , , a 
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Thus I is equivalent to 

0 = 


^ I l<Tcl df^jc ^) 

cldc2\mil{c2) dc2 


+ 


f ic 


2 


It is, unfortunately, impossible to solve this equation completely- 
Approximate solutions can, however, be given in two limiting cases, and 
these serve to indicate the properties of the general solution. 

Suppose first that an electron undergoes few collisions during its free 
life-time. Then the mean energy of an electron is large compared with 
and the term involving kT can be omitted from the right of 2. The solution 
of the equation can then be found in terms of integrals ; for example, if /? is a 
constant, and is a constant the solution is 




a —+ -41, 

c, ^^2 I 


where 4 is a constant. For the integral 



to converge for large values of Cg it is necessary that 4=0, and so 


C ^ TtX T 

I a—1—• 

Jct ^2 


The number-density of electrons is given by 




whence, by a partial integration, 


n 




00 GO 

dc 



33 


+ 


0 


ac|dc2 


_ 477 f” 

“tJo 


ac\dc2y 




as can also be proved by multiplying 2 by dCg and integrating over all 
values of Again, the mean energy of an electron is 


2777712 

7 I 2 



27777I2 1 

(1 4 -27713/7711 T 2 >?) 




by a further partial integration. Comparing 4 and 5 , we see that the mean 
energy of an electron is l/( 1 4- 277i2/77iiT2/^) times the mean energy of a liberated 
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electron; and so the approximation 3 is valid if the mean energy of a 
liberated electron is large compared with 

lkT( 1 + 2m2lm^T2fi). . 6 

Next suppose that an electron undergoes so large a number of collisions 
during its free life-time that its mean energy is nearly equal to ^kT. To a 
first approximation 

A = /f ^ n, 

while a second approximation is given by the equation 


27TkTJ 





kTcl 8/2 ^ \ 

m-^l dc2 •'V 


On integration this equation gives 



kTc^/d/2 mgCa . \ 

\0C2 kT 



the constant of integration being chosen so as to make /g finite when Cg is 
small. If Cg in 7 is made to tend to infinity, it is found that 



from which no can be determined. This equation expresses the fact that 
ionizations and recombinations balance each other. 

The general solution of 7 is 

A - /r{B - [ J > - /»/!••) ei*.] *.)., 

where is a constant, whose value can be determined from the condition 



Equation 9 can be shown to be valid if 2m2lm^r2fi is large, and the mean 
energy of a liberated electron is small compared with 6 , Tg now denoting a 
mean value of Z(c 2 )/c 2 . 

The value of/g when electric or magnetic fields are present is very difficult 
to derive. It may be observed, however, that the free-path results derived 
in 18.31 did not depend on any assumption that the distribution of velocities 
is nearly Maxwellian; and these results have been shown by the exact 
theory to be nearly accurate for a mixture of electrons and heavy molecules 
both when the electric force is small, and, with an altered collision-interval, 
when it is large. It is therefore not unreasonable to suppose that they apply 
also to a gas in which ionization and recombination are taking place, using 
the appropriate value of the mean collision-interval. 
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Appendix A 

ENSKOG’S METHOD OF INTEGRATION 


A 1. Enskog*s choice of The method of integration used in 

Chapter 9 differs from that used by Enskog, which was based on earlier 
work by Maxwell. For its historical interest Enskog’s method is briefly 
outlined here. His choice of the functions differed from that made 

in 7.51 and 7.52 in that the polynomials appearing in 

these were replaced by “tf 2^* - (r +1)^, <g’ 2 (r-i)^ where 

Pr = P(P- 1) ••• (P-r^ 1), 

as in 7.5; similar differences appear in the definitions of bf\ b^*"^ in 

8.51, 8.52 when r 4= 0. In consequence Enskog had to determine the six 

integrals 

.i 

A 1.1. Expressions for ■ ^ 2 » *^1 : *^ 2 *^ 2 * :‘^ 2 ^ 2 - 

The various functions of which occur in the integrals are 

expressed in terms of the variables f of 9.2,6, and certain angles. Let 
6, 8' denote the angles between and y, and between and y'. The 
angle x is the angle between g and g\ i.e. that between y and f': the angle 
e, which is the angle between the plane of g and g' (or g and g') and any 
fixed plane through g (or g) is here defined as the angle between the planes 
of y, f' and of f. The angle between the planes of g and of ^ 0 , is 
called S, These different angles are shown in Fig. 13, which gives the inter¬ 
sections of the different lines and planes with a unit sphere. 


By a well-known formula of spherical trigonometry, 

cos^' = cos ^ cos X + sin ^ sin X cose, .i 

cos X = cos 0 cos O' + sin 0 sin 0' cos S. . 2 



By varying the position of the point along the arc in Fig. 13, x and e 
remaining fixed, it may be seen that 


dd' 

w 


cos <5. 
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Now let = — (-^ 21 )*?! ? 2 =(-^i 2 )*?' . 4 

where = mjm^, 

let f \ be similarly defined. Then (cf. 9.2,7) 

-g’l. ‘g’j = (Ml {^0 - (^2l)‘ ?'} • {®o + (-'1^X2)* S^} 


= {«o ■ «o -• (-^ 21 )* S^' + - (^i 2 )‘ ^ 

- (M,i)» 9 '. 

= (Ml Mj)* (^0 + ^oifi cos + ^2 cos 6) + cosy) 

= (Ml M 2 )* {(^0 + y 1 cos 0') (^0 + ^2 cos <9) + y 1 ^2 sin 0 sin (9' cos S). 


% 


Figure 13 

Any function of reduces to the corresponding function of on putting 
X = 0 (cf. 9.2); note that when x = 0, 6' = 6 and ^ = 0 . Thus, for instance, 


from 5 we find that 

-g’l.Wa = (M,M2)*{^§ + ^o(9i + 92)cos0 + ?i^2}. .6 

In the same way it may be shown that 

+ 2^0^, cos e + f\), .7 


the effect of the change from 9^^ being that each of the suffixes 2 is 

replaced by 1 ; similar results are obtained for by altering the suffix 

throughout or adding an accent to 6. If we write 

0 = 2^0 y cos ^ 4* y*, 



8 
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the suffix 1 or 2 being added to both O and f, and an accent to both G and 0 
if required, these results may be written 

= = .9 

— ^o^fcosO, .lo 


Let 




2 0^0 


any suffix or accent attached to B being likewise attached to ^ on the 
left and to ^ or ^ respectively on the right of this equation. Then 

^ = Jl/i(^H?!sin2 0), .II 

etc., while 5 may be rewritten in the form 

^'.^ 2 = + .la 


Using 3» we have 


sin 6 sin 6* cos 8 = sin^ 6 


2^0 


0CO8 0' 
0 COS^ 


sin*^ 


06>; 


0 cos 6 * 


and so iz may be written in the form 


(4 


1 d&{ BG 


+ 


0^0 ^^0 2^ 




13 


14 


Again, by 1.32,9 and ii, 12 above, 

= ilfiM2{(^i^2 + ^x?2sin^sin^'cos^)2-J(^;2_,_^2gin2^')(^2 + ^2gin2(9)} 

= Ml M2{i(2^?- 9l sin^ d') (2^1 - fl sin^ 0) 

+ 2^i^2^i^2 ^ cos 8+ sin^ 6 sin^ 6' cos 28} 

= MiM^{^(Gi- sin2 S') {G^ -1^1 sin^ d) 

+ 2 ^[^ 29 i 92 9^^ ^ ^ ^ ®®8 2^}. .15 

A 1.2. Expansions in Legendre polynomials. Since is a polynomial in 
cos^, it can be expressed as a finite series of Legendre functions Pfc(cos0), 
the coefficients being polynomials symmetrical and homogeneous in ^0 
and 9, viz. 

= 4i:(2A:+ g)P^{cosO). .i 

The suffix 1 or 2 attached to G reappears in the f of A%K For brevity we 
write 

AtK^o> 9i) = At\ , ^^>(^0. fz) = ■ 
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In the case of 0^, the variable in the Legendre functions is cos O' instead of 

COS 6. 

By the theory of Legendre functions, the coefficient 9) is given by 


Hence 


= J 0 ''Pfc(cos 6) d cos d. 



by integrating by parts k times. This result enables us to determine 

after some simplification, 




( = 0 


i\(k + i-\- h)k+i 


(^2t+k ^2r-2/-fc 



The polynomial A%^ is homogeneous of degree 2r in and f, the lowest 
power of either variable occurring in it being the A;th: in successive terms the 
powers differ by 2. The expressions 2 or 3 vanish if A: > r, so that the summa¬ 
tion with respect to k in i may be extended over all values of k from zero 
upwards, no precise upper limit being indicated, though the series actually 

terminates when k = r. 

Two further expansions are required, relating to the function sin^^©’"-^. 


The first is 


sin2^0^-i = ir(2A;-hl)CSf^i\.(cos6»). 



The coefficient will be a symmetrical homogeneous function of 
such that 

= J* 0 ''"'^ sin^ 0 Pfc(cos 6) d cos 0 


- —— f (I - x 2 ) Pfc(z) dx 
2r%9)-,dx^ ’ ’ 

= 0''{23:Pk(x)-{l-x^)P'k(^)}dx, 


where x is written for cos d, and a partial integration is used in the last step. 
This can be transformed with the aid of the known formulae 


XP^(X) = Pfc+i(x) + ^ (1 - x") P^(x), 

^ {(1 - x^) P;(x)} = - I(A: + 1) Pfc(x) 
dx 


6 
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(the latter being the differential equation of the Legendre function), aa 

follows: 


I 

J. 


^•-l 


dx 


4(r 


+ 1 )^ 0 ? ^ I 


by 2 : a second partial integration is effected in the second step. 

The second expansion is in terms of the functions P^^*(cos 6 ?), where 
PjP(cosd) is the associated Legendre function defined by 


P/n(cos 6 >) = 

^ dcosO* 

The expansion is sin^ d 0^-^ = \E(2k + 1) 3?if^P;;2>(cos 6), 

where again the quantities 'iff* are symmetric and homogeneous 
nomials. Since 

P;;2)(cos^)i/‘’®Hcos^)dcos^ = 0 if / =t= 

2 (^ + 2 )! 


Q 


.9 

poly- 


-1 


it follows that 


(2A:+ 1) (A*- 2 ) I 


if ; = A, . 10 


—ill f ^'^~'^»hi2 0P;5^*(cos0)dcos^. 

(A + 2 ). J _ 1 


IX 


On multiplying by (1 -x^), and using the known formula 

xPfx) = P^:^,(X)-(A+ l)Pfc(.T), 

6 may be put in the form 

(1 _ P* (x) = 2(1- x2) Pfc%i(x) - (A + 1) (A + 2) (1 - a:2) Pfx), 

and the left-hand side is equal to sin 2 0 P;; 2 )(cos 0 ) by 8 . 

Hence ii becomes 

,/r, ^ r 0r-i{2( 1 - a:=) P;,^^(x)-(k+l)(k + -2){l-x^) P^(x)} dx 

(A-h 2)! J_i 


1 


1 




A(A-l)ir^o^ 

_i 

“4r(r-M)^?^2 fc 

by a partial integration, and using 6 , 2 , s and 7 . 


12 
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A 2. The expresaioTia Apart from the factorthe 

integrands of A l,i ,2 consist df the difference between two expressions 
which are identical functions of ^2 and respectively. The latter 

being particular cases (x = 0 ) of the former, it is convenient to evaluate the 
part of the integrals depending on *^2 alone, up to the point at which 
integrations involving x (i-®- with respect to g and 6 ) have to be performed. 
At this stage the partly integrated result must be subtracted from the 
value of the same expression obtained on putting x = d- 

The variables of integration are 6 , e, Cj and Cg- In changing from c^, Cg to 

the new variables 

(cf. 9 . 2 , 9 ). The part of the integrand involving *^2 A 1.1, be 

expressed in terms of former are independent 

variables, the two latter are functions of 6, e and x (involving g and b). The 
integrand accordingly involves the directions of and ^ only through their 
mutual inclination ( 9 ; we may therefore integrate over the remaining angular 
coordinates specifying these directions. This involves replacing d^^df by 

^n^ld^Q.2nfdfd(cose) = Sn^^lf^d(cosd)d^Qdf, 

Using these results, the first of the integrals A l,i becomes 




im 


Now by A 1.1 (9 and 14 ) 




- ""‘""‘(iFTiW 


a0i'-+i a6>i+i 

) 9^0 9^0 


+ 


fi sin^ d \ 

2 (r + 1)^0 acos 0 7 ’ 


The variable e occurs only through the dependence of 0[ on d\ By a well- 
known theorem in spherical harmonics 


P;t(cos^') = Pjt(cos ^ COSX +sin 0 sin X cose) 

= Pfc(cos d) Pfc(cos X) + 2^1 P^.'>(cos d) P;^'>(cos x) cos le .a 

Hence = ii:(2fc + 1) Pa:(cos d')de 

= 7ri:(2ifc+ l)^^V“A(cos^)Pfc(cosx). 


3 
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+ 




^ 1 ^ 1 ) + 1) sin 2 e P^icos 6) P,(cos x) 


This must next be integrated with respect to cos^. The integral of the 
second term is first transformed by a partial integration, using A 1.2,6, so 
that 

k(k-\-l) 


J 02 8 in 2 ^P^(cos^)d 


cos^ = 


2(5 4 - 


J_ ^ Pa,(cos 6)d cos(9. 


The factor 0%'^'^ is expanded as in A 1.2, so that the integration with respect 
to cos^ leads to a sum of integrals of the type 


P;t(cos0)ii(cos^)dcos^ = 0, 


-1 


Hence 


2k+V 


if I + k. 


if I = k. 


rl 

I I <^[^9F[.^^9^2d€dcose 

•7rA/*’ + l7lf2+* 


J'^^*(cos 6)P,{cos0)d cos e 




k(k+l) 




d^. 


^ J(r + 1) J(8+l) 

^2 ^kX "A:2 


As stated above, the corresponding equation in which replaces can 
be obtained from the last equation by putting x = so that cosx and 
P^(cosx) become equal to unity. Thus 


[^ 2 r«^l,‘^r«^ 2 ]l 2 = 


(r+l)(5+l) 





^ 2 ^ 22 •( 2 ^*+l){l-P^(cosx)} 


^ gbdbd^odf 


(r-f 1)(5 + 


^ (J) 


;) J(r+1) 2 J(s+1) \ 

n + Hfc + 1 ) f^d^.d^. 


0 
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where now in place of 9.33,2 we write 

^(1)= (2jfc+l)J(l--Pjt(co8x))g^<^- .5 

The integration with respect to is of an elementary character, each term, 
so far as regards beii'g of the form 

The integration with respect to f is executed formally by the equation 



On account of the complexity of the polynomials A%\ however, the inte¬ 
grations with respect to effected in general terms. 

The corresponding equation in which '^2 is replaced by can be written 
down merely by changing suffixes, as follows; 




2 J^r+s+l 




r“ a^o 3^0 


+ k{k + 






The expression for ['^r «’i]i is obtained by adding together 4 and 7 

after replacing by and by throughout (cf. 9.5). Since and 
become unity, ?i, n become -y, ?; also A^l contains only odd or even 
powers of yi according as k is odd or even. Thus in adding together the 
modified forms of 4 and 7 , it appears that the terms corresponding to odd 
values of k cancel out, being negative in 4 and positive in 7 . while those for 
even values of k are equal in the two cases. Hence, since Mi = = i. 


(i) 


r+s—1 







X 2A:(2fc-t- 1)4‘2 ’)+J>^&!i’1 



A 3. The expressions The discussion of the integrals 

A 1,2 proceeds along similar lines. The three terms in the bracket on the 
right of A 1 . 1,15 are considered in turn. 

By A 1.2, 1 , 4 , 

(0 —_ iZ(2k-\-l)y%\^oif)Pki^o&6)t .i 


where 


yn».. j) - A-'-ij’w - '’“-sd-/'*" 


Z 
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== TiE{2k+ l)ri''iP*{cos (9) P*(cosx), 

and J\Jo §(®i~t^i®‘*^“‘^'H®2-i?2sin^<9)0i’-^0r‘dedcos6> 

= 5^^(2*+l)r^'}rit1Pfc(cosA;). . 

Again, by A 1.1,10,13, 

2^1^29i?2sin(98in(9'cos<J0;'-‘0|-‘ = sin(9sin(9' cos5^-|P 


92 

4r5(r + 1 ) 

f2 

8 r 5 (r + 1 ) 


l) 0 ^o\ 


‘ ‘ 2rs 

1 30;-+»\ . ,^301 

.. --’-■- a I Sin^ d 




d cos 0 


d^. 


£(2k+l) 






dP^{cosa') \ ^ 
dcoaO / 


the integral of which, with respect to e, is 


4r5(r + 1 ) 


|i:(2*+ f^(cos0)P*(cosx)|sin2 0|^ 


On integrating also with respect to cos the expression takes the successive 
forms 

4-s?h) . ij' ‘ a:'-) * 


8 r«(r + 1 ) (5 + 1 ) 


E(2k+ l)^|± P,.(cosx) 


1 1 001+1 


a^, 




^0 


{l-x^)P^(x)dx 


8r5(r + 1) ( 5 + 1) 


^(2k + 1 ) P;,(cos X) 


k'{k+ \ )PfJ^x)dx 


8r5(r+ 1) ( 5 + 1) 




a^, 


(y. -'* 


(r+l) 

^1 


.^ 

where a partial integration has been used in transforming the second line 
into the third. 
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The third term of A 1.1 ,15 leads to the consideration of 


[A3 


J* sin^ cos 2<y 0^'’ 

which is a function of 6 and and can therefore be expressed as a series of 
terms containing i^(cosx)* The coefficient of -P;^(cosx) in this series is 


(2A: j h J_) p r%in2 6^'cos250i''^^Pfc(cosx)dedcosx. 
2 J-iJo 


This integration is an integration over all directions of taking the direc¬ 
tion of f as axis: it can be equally well performed with the direction of ^8^ 
as axis, when the polar angles are d\ 8. To this end Pfc(cosx) must be ex¬ 
panded in terms of the variables d, d\ 8 (now regarded as independent) in a 
series similar to A 2 , 2 . On integrating with respect to 8, the only term of the 
expansion which contributes to the result is that which contains cos 25, and 
the last expression becomes 

( 2 k+\) 7 t f' sin2 6' ©I’-i Pf >(cos O') Pf)(cos 0) d cos O' 

(A: + 2 )! J _i 

= (2A:-i-1) TiT/^jP^^^cos^) 


by A 1.2,11. Consequently 


and 


^” 81 X 1 ^ 6 ' cos 2 S 0 [’-'^de =nZ( 2 k+ l)4^>Pf>(cos0)Pk(cosx) 
0 


J J ^sin^ cos 250i^“^02 ^dedcosS 


= 5 hi + 1) ^a(cos x)} -1-1) Hcos 0)} d cos 6 

= z(2k + 1 ) X) . 5 


by A 1 . 2 , 10 . 

Thus, adding together 3 , 4 and 5 , we derive from A 1.1,15, 



; -^2*^2(fed COS <9 


r 


k( ib + 1 ) 

= nM[Ml E[2k + 1 ) P,.{cosx) I 8 r^(r + 1 ) (j+ 1 ) 


02^0 (sfo 0«?o (^0 


+ 


(A:-l)(fc + 2) 
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where substitution has been made from A 1.2, 

proceeding further as in A 2, 


369 

12 . This gives, on 


=JM' 






8 


X - ^^f^gbdbded cos 6 d^^df 

7T 




e-sfo’-o' 


+ 


k(k-h 1) 


rs(r+ 1) (5+ 1) 19^0 


?^i2 [¥yS rS?2 


+ 


^l9^d^od9 


Similarly, 


= iLTj+’rJJ, 




+ 


k(k+\) 


r5(r4- 1 ) (« + 


4* 


(fc-l)(fe4-2) 

4^J 




and 




+ 


+ 


/J_ A J_ /_L 

Ts(r+ 1)(5+ l)laS^ol^o ) S^ol^o / 

(2fc-m2fc + 2) cglfd'^S^df. 


8 
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Appendix B 

THE GENERAL MAXWELL-BOLTZMANN 
DISTRIBUTION OF VELOCITIES 

B 1. Molecules possessing detailed internal structure. Throughout the 
major part of this book molecules have been considered as possessing no 
detailed internal structure. The general theory of the transport phenomena 
in a gas whose molecules possess such detailed structure has not yet been 
given; but the velocity-distribution in the uniform steady state has been 
obtained by Statistical Mechanics, and also by methods similar to those 
of Chapter 4. The investigation by the latter methods, which is due to 

Lorentz,* is given here. 

The immediate application of these methods to the general problem is 
rendered difficult by the fact that it is in general impossible to find a collision 
exactly reversing the effect of a given one. A collision can indeed be found in 
which the steps of a given collision are retraced, but this results in systems 
whose final velocities are minus the initial velocities in the original collision. 
These reverse encounters can be used in place of the inverse encounters of 
Chapter 4 only when an additional probability assumption is made. 

B 2. Liouville’s theorem. The argument depends on a dynamical 
theorem due to Liouville, which is of fundamental importance in Statistical 
Mechanics. Let the state of any dynamical system be specified by k 
generalized co-ordinates and their conjugate momenta p^ 

(s = 1, 2, ..., k). 

If H is the Hamiltonian function of the system, the time-variations of q,, p, 
satisfy the equations 

dH . oH 

dq/ 

The quantities p^ may be regarded as the co-ordinates of a point in a 
space of 2k dimensions, known as the phase-sp&CG, or as components of 
I'-dimensional vectors q,p. As q and p vary, this point moves about in the 
phase-space. Suppose that at some initial instant the point is known to lie 
in an infinitesimal volume T'o of the phase-space. Then Liouville’s theorem 
states that after a time t it will lie in a corresponding volume V, such that 

F = F„. 

* Lorentz, Wien. SUz. 95 (2), 115, 1887; see also Boltzmann, ibid. p. 153, 1887. 
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The proof is as follows. After a short time dt, will become + 

dV 

p^^p^di, and V will become V + where, by the rule for transforming 

small elements of volume, 




^(gi + gi^^ g2 + g2d^ + ...) 

^(gl> g2’ •••> *•*) 

d{q + qdt,p + 'pdt) 

^(q^p) 


in the notation of 1.411. The Jacobian on the right is a determinant whose 
non-diagonal elements are all proportional to dty and whose diagonal 

elements are 

0gi dq^ dpi 

Thus, neglecting squares and higher powers of dt, 




] 

Spi 7 


= l+dt 
= 1 , 


/ d^H 


d’^H dm 

dp^dqi 


-...) 


and so dV/dt = 0, whence it follows that V = V^j. 


B 3. The generalized Boltzmann equation. Suppose now that the position 
and motion of a typical molecule of a simple gas are specified completely by 

aset ofgeneralized co-ordinates and momenta g 3 ,p 3 (s = 1 to5 = A:),orbythe 

ifc-dimensional vectors g, p. The Hamiltonian H of the motion is supposed to 
be an even function of the momenta, not explicitly depending on the time. 
Each molecule is supposed to interact with others during a negligible part 
of its life-time, and only binary encounters are considered; moreover, the 
nature and number of the molecules are supposed unaltered by collisions, so 
that processes like chemical action and ionization are excluded. 

The equations of motion B 2,i govern the changes in the co-ordinates and 
momenta of each molecule when isolated; they do not take account ot the 
interactions between two or more molecules, though the motion during an 
encounter is governed by equations of the type B 2,i relative to a Hamil¬ 
tonian function H which is a function of the co-ordinates and momenta of all 
the participating molecules. If the molecules are rigid elastic spheres, their 
motions during a collision can be regarded as a limiting case of motion 
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governed by such a Hamiltonian function. Actually, since such molecules 
interact only instantaneously, at each binary collision of two rigid elastic 
spheres the co-ordinates q\ Q' of the two molecules, and their momenta 
p\ P\ are discontinuously changed, say to g, Q and p, P. 

If the encounters are not sudden, the continuous interaction may for 
convenience in our present discussion be replaced by a discontinuous one. 
Let the supposed undisturbed motions up to the instant Tq when the en¬ 
counter is regarded as beginning be called the prior motion, and let the 
motions after the instant Tq when the encounter is considered as ending be 
called the subsequent motion. Imagine that the prior motion of the two 
molecules continues after the time as if the interaction did not occur, so 
that the equations B 2,i still hold for each molecule; their mass-centres will 
therefore continue to travel along straight lines, and at a certain instant T' 
their mutual distance will attain a minimum value. Let q\ Q' and p\ P' 
denote the co-ordinates and momenta of the two molecules at this instant, in 
the imagined undisturbed motion. 

Likewise imagine that the subsequent undisturbed motion of the two 
molecules is continued backwards in time, from the “end” oi the encounter 
(Tq), as if the interaction did not occur; in the corresponding rectilinear 
motion of the two mass-centres, a minimum mutual distance would be 
attained at some time T. Let q, Q and p, P denote the co-ordinates and 
momenta of the two molecules at this instant, in the imagined motion. If 
the times T, T' were the same, the effect of the actual encounter, at times 
not included within the duration could be exactly represented by 

supposing no interaction between the molecules except a discontinuous one 
at the instant T( = T), In general T and T' will differ by some fraction of 

but as this time-interval^s supposed negligible, we can ignore 
T — T' \ the encounter can still be replaced by a discontinuous “ coUision?, 
at some instant during the actual encounter. 

The condition that the distance between the mass-centres of two 
molecules moving independently is a minimum will be expressible as a 
general relation between their co-ordinates and momenta, say 

<l>(q.p> -P) = .* 

where the form of the function <p depends on the nature of the molecules, 
but not on the values of the variables. Thus i determines the time T, and 

similarly ^ q .a 

determines the time T\ the function <p being the same in i and a. Since 
the motions of the molecules could be reversed along the same paths, if i is 
satisfied then so also is .. d\ a « 

9(9» “P» y» .3 
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and likewise if 2 is satisfied, so also is 

-p\ Q\ -P') = 0 . 

L 4 et the number of molecules whose co-ordinates and momenta pg Jie in 
ranges dp^ at time t be ^qdp, 

where dq, dp are written for dq^dq^ -dqk* dp^dp^ ... dp^; f{q, p, t) is the 
number-density of the points representing molecules in the phase-space. 
After time df, if it were not for encounters, this number of molecules would 

form the set /(q + gd/, p + pdf, t-\-dt)dqdp 

(the volume of phase-space which they occupy being equal to dqdp, by 
Liouville’s theorem). Now, if a collision occurs during dt between molecules 
whose co-ordinates and momenta at the beginning of dt are g, p and Q'\ P", 
the point in a 4jfc-dimensional space, with the “co-ordinates” g, p, Q", P", 
must lie between the surfaces 

= ^6(g-l-gd^p-|-pd«, P"-f P'dO = 0; . 4 

if it lies on the first of these surfaces, the collision occurs at the beginning of 
dt' if on the second, at the end of dt. Hence the number of collisions carrying 
molecules out of the set dqdp is 

J/(q>P)/(^3^ P")dqdpdQ^dP\ 

integrated over the volume v" between these surfaces such that g, p lie in 
the ranges dg, dp. The number carrying molecules into this set is similarly 

if(q\p')f{Q'^ P')dq^dp'dQ^dP\ 

the integral being over the volume v' between 

^(g',p', 0', P') = 0, ^(g'-l-g'df, p'+p'df, Q'^Q'dt, P'-hP'df) = 0, 

.5 


such that collisions between molecules whose co-ordinates and momenta at 
the beginning of di are g', p' and Q\ P' result in the first of the systems enter¬ 
ing the set dqdp. Hence finally 

J /(9'.P')/(0'. P')dq'dp'dQ'dP'-jj(q,p)f(Q", P'’)dqdpdQ"dP'' 

= dgdp{/(g -h qdt, p -hpdf , < H- dt) -/(g, p, f)} 


dqdpdt{j^^2[^^^ 



This is the generalization of Boltzmann’s equation. 
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B 4. The uniform steady stale. Consider now the uniform steady state 
at rest. For this, we may assume that 

/(g, -p) =/(g.p). .I 

i.e. that a given set of velocities is as probable as the same set reversed. This 
is a probability assumption which is reasonable, but not self-evident. 

To find/, multiply B 3,6 by log/(g,p) and integrate over the whole range 
of g and p. Since dfjdt = 0, and / and H are both even functions of the p’s, 
the right-hand side will be the integral of an odd function of the p’s, which 
vanishes. Thus 

ffiq^PinQ'^ P'nogf{q.p)dq'dp'dQ'dP' 

-;/(g>P)/(0^ Pl\ogf(q.p)dqdpdQ"dP'' = 0. 

The first integral now represents a sum over all collisions during dty the 
co-ordinates and momenta before dt being q\ p\ and Q\ P' ; it is thus over 
the whole volume between the surfaces B 3,5- The second integral also repre¬ 
sents a sum over all collisions during dt, but the initial co-ordinates and 
momenta are denoted by g, p and P". Replacing these variables of 
integration by g', p' and Q\ P\ we get 

//(g^P')/(^?^ P'){^ogf{q,p}-\ogf(q\p')}dq'dp'dQ'dP' = 0, .2 

the integration being over the volume between the surfaces B 8,5. In this, 
g and p denote the co-ordinates and momenta of one of the colliding systems 
after dt; the corresponding quantities for the other system will be denoted 
by Q and P. 

In 2 we can interchange g, p and g', p' with Q, P and Q', P'; thus 

//(g'»P')/(0'. P'){^ogf(Q. P)~logf(Q\ P')}dq'dp'dQ'dP' = 0.3 

Again, by i, 

J/(g'> -P')f(Q'^ -P'){log/(g, -p)-log/(g', -p^)}dq'dp'dQ'dP' = 0. 

.4 

Now, as noted in B 1, to every encounter corresponds a reverse encounter, 
such that the initial co-ordinates of the one are the final co-ordinates of the 
other, and the initial momenta of the one are 7nimis the final momenta of the 
other. The discontinuous processes replacing these encounters occur at 
identical points of the direct and reverse motions (the distance between the 
mass-centres of the two molecules is a minimum just before and just after 
a discontinuous process). Thus, in 4, g', —p', Q\ — P' denote the co¬ 
ordinates and momenta of molecules w hich have undergone a collision 
during the previous interval dt (that reverse to the one in which q\ p\ Q\ P' 
are initial co-ordinates and momenta), wdiile g, —p denote co-ordinates and 
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momenta of one of these molecules before the time dt. We may therefore, 
consistently with our former notation, replace q\ Q\ — P\ g, -p by 

g* p, Qy P, q'y p\ the change amounting to a mere renaming of variables. 

Then 

J/(9.P)/(C- P){iogf{q',p')-\ogf(q,p)}dqdpdQdP = 0. 

This integral extends over the whole range of g,p, Q and P, which are co¬ 
ordinates and momenta of systems which have collided during the previous 
interval dt, since every collision is reverse to another. If g, p, Q, P are ex¬ 
pressed in terms of g',p', Q\ P'.then, by Liouville’s theorem, applied to the 
two molecules, which are regarded as forming a single dynamical system,* 

dqdpdQdP = dq'dp'dQ'dP'. 

Hence 

if(q,P)f(Q>P){^ogf(q',p')-logf{q,p)}dq'dp'dQ’dP' = 0, . 5 

the integration being over the whole range of g', p', Q' and P', which 
are co-ordinates and momenta of systems which will collide in the following 
interval dt (i.e. the integration extends over the same volume as in z and 3 ). 
Interchanging g, p andg', p' with Q, P and Q\ P\ we get 

{f{q^P)f(Q> P')-\ogf{Q, P)}d^'dp'dQ'dP' = 0 .6 

Adding 2 , 3 > 5 and 6 , we find 

0 = j{f{q\P')f(Q\ P')-f(q^p)fiQ> P)} 

xiog{/(g,p)/(0, P)inq\Plf(Q\ P')}dq'dp'dQ'dP\ 

This implies, by the argument of Chapter 4, that for all values of g', p\ 
Q\ P' such that collisions are possible 

log/( 9 ,p) + log/(0, P) = log/(qr',p') + log/(C', P'). 

This result expresses the fact that collisions of a given type are balanced in 
detail by collisions in the reverse direction: this is the form taken by the 
principle of detailed balancing in the present case. It shows that log/ is a 
linear combination of summational invariants of encounter. 

♦ Liouville’s theorem cannot be applied directly. It must be applied three times, 
first to the actual motion during an encounter, regarding the two molecules as a single 
system, so that the H considered in the proof given in B 2 is here to be regarded as a 
function of the 4ifc scalar variables g,, p,, Q„ P,; secondly, it must be applied to the 
imagined undisturbed motion in the interval to T' (B 3); and thirdly, to the 
imagined motion in the interval T to Tq. In the last two cases the theorem is applied 
separately to each molecule, the H considered being that of B 3. 
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Among the possible summational invariants may be enumerated the 
number of systems, their linear and angular momenta, and their energy; 
of these, the momenta cannot occur in log/, since this is an even function 
of p. Hence, if no ether quantities are conserved, the expression for/is 

/ = A . 7 

where A and A are constants. By consideration of the translatory kinetic 
energy it can be shown, as usual, that A IjkT', A can be related to the 
number-density of the molecules. 

It can be verified that with this form for / the generalized Boltzmann 
equation B 3,6 is satisfied. The right-hand side clearly vanishes; the first 
term on the left is equal to 


P)dq'dp'dQ'dP', 

or, taking g, p, Q, P as variables of integration in place of q\ p\ Q\ p\ 


P)f(Qy B) dqdpdQdP. 

The last integral is over all values of q, p, Qy P which are co-ordinates and 
momenta of molecules which have collided in the preceding interval dty and 
which are such that g, p lie in ranges dg, dp. By B 3,3, this means that the 
integration is over the volume between the surfaces 

^(q^P^ P) = 0 , ^{q-qdtyp-pdty Q-Qdty P^Pdt) = 0 , 


such that g, p lie in dq, dp. This volume is a thin sheet, boimded on the one 
side by the same area of 0(g, p, Qy P) — 0 as the volume v between 

^iq^P^ Q> B) = 0 , ^(q + qdt,p + pdty Q^Qdty P + Pdt) = 0 , 


such that g, p lie in dg, dp. It lies on the opposite side of this surface from v; 
the thicknesses of the two volumes, measured from this surface, are equal. 
Since the differences between the values of g, p, Qy P on the two sides of 
the surface are infinitesimal, we can replace our integral by one over the 
volume V. Hence the two terms on the left-hand side of B 3,6 are integrals 
of equal quantities over equal volumes, and the left-hand side also vanishes; 
thus the equation is satisfied. 

A similar argument can be used to show that in general the first term on 
the left of B 3,6 is equal to 



ndqdpdQdP, 
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so that the Boltzmann equation can be expressed in the form 



P)}dQdP 


= dM+y ^K\\ 

\ a< r I Sq^ dq, CJ)) I ■ 


8 


For the purposes of the present argument, however, the earlier form is the 
better. 


B 5. Generalizations of the argument. The generalization of the proof to 
a mixture of gases follows the same lines as in the ordinary proof of the H- 
theorem. The functions / for the different gases satisfy equations similar 
to B 4 , 7 , the constants A being different, but A the same for all. The generali¬ 
zation when multiple collisions are permitted is also immediate; a relation 
similar to B 3,i will be satisfied by the co-ordinates and momenta of 
colliding molecules; this can be taken to represent the fact that at this point 
Emr^ is a minimum, where m is the mass of a molecule, and r the distance of 
its mass-centre from the common mass-centre of the colliding group of 
molecules. If processes like chemical action are permitted, the constants A 
for the molecules taking part will not be independent, as the number of 
molecules of a given type will not be a summational invariant for collisions; 
every chemical action that can take place between the molecules in the gas 
implies a reaction relation between the quantities A for the molecules 
taking part. 

The proof can also be generalized to apply when a magnetic field H is 
present, so that the Hamiltonian function H is no longer an even function of 
the p’s. In this case, let the velocity-distribution function be denoted by 
/(qr, p, H). In place of B 4,i we now suppose that 

f(q, -p, -H) =f{q, p, H), 

so that a given set of velocities in a given field is as probable as that set 
reversed in the reverse field; this is so, since in the second case the molecule 
travels along the same path as in the first, but in the reverse direction. 
Equation B 4,4 is similarly replaced by 

;/(9'. -p',H)f(Q\ -P',H){log/(g, -p,H) 

-log/(g', -p\ H)}dq'dp'dQ'dP' - 0, 

derived by consideration of the steady state in the gas in which the field is 
reversed; the argument then proceeds as before, using collisions in the gas 
in which the field is reversed as reverse collisions. 
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B 6. The quaniuTn derivation of f. It is interesting to compare the 
derivation of the velocity-distribution function / on the basis of quantum 
mechanics, with the classical derivation by Lorentz. Suppose that the gas is 
confined in a box. Each molecule then has the state of its translational and 
internal motions specified completely by a set of quantum numbers. lA^rite 
n for the group of quantum numbers specifying one possible state of a mole¬ 
cule, and let f{n, t) be the probability that one of the molecules is found in 
the state n at time t. We suppose that each of the quantities / is small, 

so that no account need be taken of degeneracy. 

The change from one quantum state to another as a consequence of inter¬ 
action with other molecules is always supposed to occur abruptly, by a 
process similar to the discontinuous process of B 3. Also, if “ collisions” are 
possible as a consequence of which molecules initially in the nth and Nth. 
quantum states pass to the w'th and N'th, inverse collisions whereby 
molecules initially in the w'th and A'th states pass to the wth and Ath are 
also possible, and the probability per unit time of the two processes is the 
same. Denote it by K{n, N, n’, N'). Then the probabiUty per unit time 
that in the gas a molecule should pass out of the nth state as a consequence 
of interaction with other molecules is 

2 f{n)f(N)K{n,N,n',N'), 

N.n'. N- 

and the probability that it should enter this state is 

I f(n')f{N')K{n,N,n\N'). 

N.n’.N’ 

Hence = I {f(n')f(N')-f{n)f(N))K(n,N,n',N') .i 

ot ,v. n'. N' 

This expression possesses a formal similarity with that for d^fjdt found in 
Chapter 3. Transforming as in 4.1, it is found that, if* 

B = '^f{n)\ogf(n), . 2 

n 

then 

= 1 {yogf(n)+l}{f(n')f(N')-f(7i)f(N)}K{n,N,n',N') 

ct H.,V. n . A” 

= i I {/(«')/(iV')-/(n)/{A)} 

n,N.n\N' 

X log{/(n)/(iV)//(/r)/(iV')}7v(», N, n.\ *Y'). .3 

• In 2 and 3 the symbol H denotes a HoUzmnnn's function (Chapter 4), not a 
Hamiltonian function as in B 2-B 5. 
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It follows, as usual, that the condition for a steady state is that 

log/(n)H-log/(iV^) = \ogf(n') + \ogf{N') 

for all possible “collisions”, and so 

f{n) = Ae~^n^ .^ 

as before, where is the energy of the nth state. Incidentally, we may 
observe that here the condition for a steady state is equivalent to the con¬ 
dition for detailed balancing of collisions taking molecules from the nth and 
^th states to the n'th and iV'th, and the inverse collisions. 

It is somewhat surprising that the quantum argument should be so much 
more simple than the classical, since the latter is a limiting case of the former. 
The reason is twofold. Firstly, the quantum theory itself deals with prob¬ 
abilities, and part of the statistical difficulties are taken over by it, and, 
secondly, quantum theory considers standing waves, classical theory con¬ 
siders progressive waves, i.e. particles; it is possible to represent standing 
waves as the sum of progressive waves, or vice versa, but the statistics for 
the two will not be identical. 

It is also to be observed that the theory is simple only when both trans¬ 
lational and internal motions are taken as quantized. If only the internal 
motion is taken as quantized, while the translational motions are treated 
classically, the difficulties are much greater; and this method seems to be 
necessary in dealing with the transport phenomena. 
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HISTORICAL SUMMARY* 

1. The history of the kinetic theory of gases has been traced back to 
ancient Greece, where Democritus and Epicurus founded the atomic theory of 
matter, later expounded by Lucretius. In the early days of modem science 
(1650-1750) Gassendi, Hooke and Daniel Bernoulli independently revived 
the atomic theory, and developed some consequences of the kinetic theorj\ 
After a lapse of nearly a century the kinetic theory was taken up and actively 
extended by a series of workers, including Herapath (1821), Waterston 
(1845), Joule (1848), Kronig (1856), Clausius (1857), Maxwell (1859-79) 
and Boltzmann (1868-1904). The last three may be regarded as the main 

founders of the kinetic theory of gases. 

In 1859 Maxwell discovered the law of distribution of molecular velocities 

in a uniform gas in equilibrium, and also rediscovered the equipartition of 
the mean molecular energy for molecules of different mass in a gas-mixture, 
that Waterston had found in 1845. The discussion of these two results was 
long continued, by Maxwell himself, by Boltzmann, Kirchhoff, Lorentz, and 
Jeans, amongst others. One outcome was the recognition that Maxwell stwo 
results did not depend on special molecular properties. The new science of 
statistical mechanics grew out of these discussions, and the first glimpses 
were obtained of the difficulties concerning equipartition of energy, which 
led to certain developments of the quantum theory. 

Some account of the course of this work may be found in such treatises on 
the kinetic theory of gases as those by Meyer or Jeans; and the collected 
works of Maxwell and Boltzmann contain several papers which refer to the 
historical aspects of the kinetic theory. These accounts deal also with the 
improvements in the theory of the equation of state of a gas, by van der 
Waals and his successors. 

The special subject of the present book is the theory of non-uniform gases, 
developed not by approximate methods based on the conception of the 
mean free path, but by the mathematical methods originated by Maxwell 
and Boltzmann. A brief outUne of the progress of this part of the kinetic 
theory will here be given. 

2. Maxwell’s paper(i) “On the dynamical theory of gases”, of May 1866, 
first formulated the discussion of a non-uniform gas in a proper mathe¬ 
matical way. In this he derived the equations of transfer, which give the 
total rate of change of any mean molecular property, analysed into parts 
respectively due to molecular encounters, the motion of the molecules from 

• The numbered references relate to the classified list of papers on pp. 389-90. 
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point to point, and the action of external forces. His detailed results all 
referred, however, to a gas whose molecules are point-centres of force 
varying inversely as the nth power of the distance, where n = 5; he found 
that the adoption of this particular molecular model greatly simplified the 
evaluation of the complicated integrals that represent the effects of molecular 
encounters. At that time, also, he thought that there was “reason from 
experiments on the viscosity of gases to believe that n = 5” for actual 
molecules; later experiments showed that this is not so. 

Maxwell pointed out that if n is not equal to 5 his integrations could not 
proceed without a knowledge of/, the velocity-distribution function; he did 
not indicate how in that case/ could be found. In most of the earlier work, 
including that of Maxwell himself, the rigid elastic sphere had been adopted 
as the molecular model, and the results obtained were in many respects in 
qualitative agreement both with experiment and with Maxwell’s new 
results for his special model. The rigid spherical model, however, could not 
be treated by MaxweU’s mathematical method, in the absence of a knowledge 

of/. 

Maxwell’s work gave the first accurate theoretical determinations of the 
coefficients of viscosity, thermal conduction, and diffusion in gases, for any 
molecular model. 

3. In 1872 Boltzmann established the //-theorem ( 2 a), his object being to 
show that molecular encounters would bring about a Maxwellian distribu¬ 
tion of velocities in a gas left to itself, whatever the initial distribution. This 
greatly strengthened the arguments for the Maxwellian velocity-distribu¬ 
tion which, as Maxwell left them, were still weak. 

In the same paper he also discussed non-uniform gases, and gave his 
famous integro-differential equation* which / must satisfy, whatever the 
state of the gas or the forces acting on it. He obtained a solution of this 
equation for a gas composed of Maxwellian molecules (n = 5), showing that 
Maxwell’s formulae for the coefficients of viscosity, thermal conduction, and 
diffusion could be derived directly from it. 

In 1875 Boltzmann generalized his //-theorem (26) to the case when the 
gas is in the presence of a conservative field of force (4.14). 

In 1887 Lorentz(4) pointed out an error in Boltzmann’s proof of the 
^-theorem for polyatomic gases: the error was connected with the non¬ 
existence of inverse encounters in certain cases. In this paper Lorentz also 
improved Boltzmann’s proof for monatomic gases, and made an advance 
towards the transformation 3.54,5; the special form of this equation, in 
which 9 = log/, and jP’ =/, was first given by B.oltzmann( 2 a). 


♦ Bquation (44) of that paper. 
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4. In 1879 Maxwell (3) carried the theory of non-uniform gases to a further 
approximation (see Chapter 15), showing that, in a rare gas, stresses would 
result from inequalities of temperature. He cited Boltzmann's integral 
equation for f, and supposed, **with Boltzmann , that in a gas in which 
there are inequalities of temperature and of velocity / = /^(l + F), where 
is the function corresponding to the steady state, and ''F is a rational 
function” of f/, F, W, “which we shall suppose not to contain terms of 
more than three dimensions”. This supposition gives the correct tempera¬ 
ture stresses for a Maxwellian gas (but not for gases of other kinds); Maxwell 
did not formally justify it in his paper. He had by then realized that the 
variation of viscosity with temperature did not support the view that 
molecules are Maxwellian {n = 5) ; but nevertheless he again restricted him¬ 
self to molecules of this type “ for the sake of being able to effect the inte¬ 
grations” with respect to the variables of encounter. He determined the 
form of the function F from his equations of transfer, without commenting 
on the fact that the solution obtained is consistent with Boltzmann's 
equation, of which in fact he made no real use. 

5. In 1880-1 Boltzmann ( 21 ) published three long memoirs on viscosity, 
in which he reviewed Maxwell’s two papers on non-uniform gases, mentioning 
Maxwell’s reference to the integral equation for /, and saying that un¬ 
fortunately the solution of this equation is easy only for the case of Max¬ 
wellian molecules, where it is not required for the theory of viscosity, con¬ 
duction, and diffusion. “In all other cases, and especially for the hypothesis 
of elastic spheres, the solution of the equation meets with great difficulties.” 
He gave a complicated approximate method of solution with the object of 
calculating the viscosity. The investigation, which in all occupies 168 pages 
of his Collected U'orA's, appeared to yield no simple result, and Boltzmann 
remarked that one must almost despair of the general solution of his 

equation. 

Boltzmann also applied the same approximate methods* to construct a 
theory of diffusion ( 21 ). In a later paper he seems to be referring to these 
laborious approximate treatments of viscosity and diffusion when he says 
that on account of the complexity and the uncertain convergence of his 
series-formulae “ the coefficients of viscosity, conduction and diffusion could 
scarcely be calculated numerically from them ”. This work represents one of 
the unsuccessful passages in the history of the development of the present 

theory. 

6 . In 1872 Stefan ( 29 ) obtained the first approximation to the coefficient 
of diffusion in a gas-mixture whose molecules are rigid elastic spheres, by 

• A brief summary of Boltzmann's method is given by Enskog (Dissertation, p. 3). 
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assuming that Maxwell's velocity-distribution holds separately for each 
constituent gas relative to its own mean motion. This assumption is in¬ 
correct, and the error involved in the approximation could not be estimated. 

Langevin(28) in 1905 generalized Stefan's work to spherically symmetrical 
molecules of any type, using a method similar to that of Maxwell's 1866 
paper. Langevin’s formula gives the first approximation [Z>i 2 ]i -^ 12 * 

which is independent of the relative concentration: for the case n = 5 it 
reduces to Maxwell’s. Langevin was aware that his assumption regard¬ 
ing/for the component gases would not be applicable in finding the viscosity 

or conductivity. 

7. In 1900 M. Brillouin(24) gave a general expression for the velocity- 
distribution function, correct to second-order derivatives of the density, 
mean velocity, and temperature of the gas, using the fact that this function 
must be invariant for a change of axes. The physical significance of his work 
was limited, however, because he did not attempt to evaluate the unknown 
functions of the molecular velocity involved in his expression. Accordingly, 
while he obtained a general expression for the stress-system in a gas, he was 
unable to indicate the relative importance of the various terms in this 
expression. His expressed intention of extending his work to gas-mixtures 
was apparently never fulfilled. 

8 . The first advance, after Maxwell, towards an accurate theory for a 
non-uniform gas was made in 1905 by Lorentz(iO), for the special case of a 
mixture, in which the molecules of one set are of negligible mass compared 
with those of the other set, and encounters between the light molecules can 
be ignored. This case was considered in connection with the theory of 
electrons in a metal. The results obtained are exact (as limiting cases of the 
general formulae—cf. 10.5), and of great value and interest. They were 
derived from Boltzmann’s equation, which was much simplified by the 
special assumptions of Lorentz; but his work gave no indication of the general 
method of solution of Boltzmann’s equation. 

Lorentz's special type of gas was further discussed by J. J. Thomson, 
Jeans, H, A. Wilson, Ishiwara and N. Bohr ( 22 ). Bohr generalized the theory 
in certain directions, and reduced the calculation of the electrical and thermal 
conductivities to the solution of an integral equation of the Fredholm type. 

9. In 1911 Enskog{ 26 ) published two papers on the kinetic theory, the 
first dealing with a simple gas, the second with a mixture. He followed the 
method of expansion in powers of U, F, W devised by Boltzmann, but found 
that the method would not yield useful results without elaborate calcula¬ 
tion, and that in the case of a mixture it led to unsymmetrical and compli¬ 
cated expressions. 
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In the second of these papers Enskog mentioned that a temperature 
gradient in a mixture would in general produce diffusion. In a paper on 
electron theory (1912), which reproduced, in a simpler way, many of the 
special results obtained by Bohr, Enskog calculated the coefficient of 
t '• crmal diffusion for a Lorentzian gas. 

10. The general theory next advanced along two lines. One was sug¬ 
gested by a discussion of Boltzmann’s equation, by Hilbert( 5 ) (1912), who 
considered the special case of rigid spherical molecules. He approached the 
subject from the standpoint of the pure mathematician, laying stress on the 

necessity for a proof that a solution of Boltzmann’s equation actually exists_ 

a point that the physicist is content to assume, the more readily because he 
knows in how many respects such an equation as that of Boltzmann repre¬ 
sents but an approximation to the conditions of the natural problem. 
Hilbert reformulated Maxwell’s idea of successive approximation to/, and 
showed that the solution of Boltzmann’s equation could be effected by 
solving an infinite series of linear integral equations of the second kind. 

This important discussion showed how the kinetic theory of non-uniform 
gases could be given a satisfactory logical form on the basis of the theory of 
integral equations. Hilbert, however, did not succeed in obtaining a solution 
for / in a convenient form, because of his treatment of the term dfjdt in 
Boltzmann’s equation. An example of the defect in Hilbert’s solution is 
afforded by a research founded upon it, by Boguslawski(30), who applied 
Hilbert’s second approximation (containing the viscosity terms) to the hydro- 
dynamic equations, to discuss the longitudinal standing oscillations of a gas; 
he found a damping factor 

instead of the true factor the result is clearly in error unless ^ is small. 

Boguslawski showed, however, that Hilbert’s equations lead to the true 
result if they are applied successively to short time-intervals, with new 
initial conditions each time. 

In 1913 Lunn(3i) generalized Hilbert’s discussion to apply to any type 
of spherically symmetrical molecule. 

In 1915 Pidduck(ii) used Hilbert’s transformation to obtain a numerical 
solution of the problem of self-diffusion for rigid elastic spherical molecules. 
His calculation gave the first accurate result obtained for any of the free- 
path coefficients, other than for gases of the Maxwellian and Lorentzian 
types. His treatment was, however, not only laborious and elaborate, but 
also very special; he stated that the symmetrical kernel of the transformed 
integral equation which he used shows no special properties in the case of 
Maxwellian molecules; and in the numerical solution it appears to be 
necessary to repeat all the calculations in every special case worked out. 
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11. During the period 1911-16 the same problems were discussed by 
Chapman, whose work was based on Maxwell’s equations of transfer. In 
1912 he determined <25a) first approximations to the coefficients of viscosity, 
conduction, and diffusion, assuming, like Maxwell, that/ = /(,(! + i?’), where F 
is of the third degree in Z7, F, W. This assumption, valid for a Maxwellian 
gas, is not true for other types; the error involved in other cases could not 
be determined without further knowledge of /. 

In 1916 Chapman (6) published a generalization of the work of his first 
paper, in which the incorrect assumption as to the form of/was eliminated. 
He derived the form of the second approximation to/, using considerations 
of invariance; his expression contained certain unknown functions of C/, F, IF, 
which were determined by using an infinite set of equations of transfer. 
The coefficients of viscosity and conduction were deduced in the form of 
expressions containing the ratio of two infinite determinants. The results 
of the former paper were shown to be good approximations to the general 
formulae, though this could not have been foreseen. In a further paper, 
published in 1917, he extended his work to a gas-mixture. 

The phenomenon of thermal diffusion, found by Chapman in the course of 
his work, was regarded by him as novel, Enskog’s discovery of it in 1911 
not being remembered. Even the reality of the phenomenon seemed open 
to doubt, until in 1916 experiments by Dootson confirmed it. 

12. In 1917 Enskog(7a) published his Upsala Dissertation, in which he 
perfected the determination of / from Boltzmann’s equation. His method 
was a modification of that of Hilbert. He derived general formulae for the 
viscosity, conduction, and diffusion in simple and mixed gases, and also 
determined the pressure-tensor to a third approximation. The method and 
the details of the calculations were different from those in Chapman’s 
paper, but the two methods give precisely the same results. 

Enskog was unaware of Chapman’s paper of 1916 when his Dissertation 
was published. In 1921, when he gave an account(76) of the integrations 
and numerical work involved in his Dissertation, but not included there, he 
took the opportunity to compare his results with those of Chapman’s papers. 
This revealed a few algebraic and arithmetical errors which affected some of 
Chapman’s formulae for the coefficients for a mixture. 

13. The special appropriateness of Sonine polynomials for the expansions 
involved in the Chapman-Enskog theory was demonstrated in two papers 
published by Burnett (9) in 1935. This is perhaps the final improvement to 
be made in the general theory of non-uniform gases at ordinary densities. 
From the mathematical standpoint, one important advantage of Burnett’s 
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method is that the convergence of the series used can be established without 
difficulty—a point which Chapman and Enskog were content to pass over, 
except that the former established the convergence for the special case of a 
Lorentzian gas. Further, the computations based on Burnett’s expansions, 
though essentially the same as those made by Chapman and Enskog, are 
materially lightened by the form in which the results are obtained. 

In his first paper Burnett considered the second approximation to /, for 
simple and mixed gases, using partly the Maxwellian equations of transfer, 
and partly the integral equation of Boltzmann. In the second paper he set 
out the method by which / can be calculated to any degree of approximation 
for a simple gas; the expressions naturally become complicated when 
products of first-order differential coefficients, or differential coefficients of 
higher order, are included. The contribution of the third approximation to 
the stress-system had already been considered by Maxwell (3) (1879), by 
Enskog(7) (1917), and by Lennard-Jones(8) (1923); the first of these con¬ 
sidered only second derivatives of the temperature, the second also con¬ 
sidered products of first derivatives, and the third found terms depending 
on the non-uniformity of acceleration of the gas. A treatment of the third 
approximation, by methods differing somewhat from those both of Enskog 
and Burnett, is given in our Chapter 15. 

14. A noteworthy feature of the expansions for/in powers of C, adopted 
by Chapman and Enskog, is that, despite the slow convergence, the expres¬ 
sions derived from them for the coefficients of the mean-free-path phenomena 
converge quickly. The following comment on this fact, taken from a letter 
by Pidduck to Chapman (1922), may be of interest: “It seems to me that 
what you and Enskog are really doing is to apply the Rayleigh-Ritz method 
to Boltzmann’s equation. Suppose we have a circular ring of arbitrary cross- 
section, and want to find the distribution of induced alternating current of 
given frequency. Cutting the cross-section into elements of area, we can 
either write down the linear equations for the infinitesimal currents, 
allowing for mutual induction, and get an integral equation in the limit, or 
(since the matrix is self-conjugate), use an easy minimum principle, assume 
an expansion of current-density and get Rayleigh-Ritz equations for the 
coefficients. The second method has the same relation to the first that the 
equations o^ transfer have to Boltzmann's equation. The analogy helps to 
explain why highly convergent exjiressions are got for certain integral 
constants (e.g. the coefficient of viscosity) when the expansion for / con¬ 
verges slowly. Suppose that we try to solve the electrical problem for a 
rectangular section by an expansion of the type A moderate number 

of terms will no doubt give a good approximation to the electrokinetic 
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energy and rate of dissipation of energy, notwithstanding that the expansion 
may altogether cease to be satisfactory near the corners.” 

15. The preceding account shows by what stages the general method of 
determination of/, and of the coefficients of the mean free-path phenomena, 
was reached. The method applies to any type of spherically symmetrical 
molecule possessing only translatory kinetic energy. The results involve 
integrals, depending on the type of molecule, which have to be calculated 
numerically. This was first done by Maxwell (i) for his special type of mole¬ 
cule (repelling as r-”, where n = 5). Chapman (is) (1922) showed how such 
integrals could conveniently be calculated for any value of n, and worked 
out a number of particular cases. 

Lfennard-Jones(i6) (1924) extended the work to molecules repelling 
according to the formula ar“" -h br~”^ ; if the sign of b is negative, and m<n, 
the force of interaction is an attraction at large distances. He showed that 
the above integrals are of specially simple form if m = Z and b is small, and 
calculated them for several values of n. This work was later continued by 
Hasse and Cook(i7, 18 ) (1926-31) who did not confine their work to the case 
when 6 is small. 

If in Lennard-Jones's formula we make n-^oo, we get the case of rigid 
spherical molecules surrounded by an attractive field of force. If this force 
is weak, the integrals can be evaluated in finite terms; the evaluation was 
done for certain values of m by Enskog (1917) and James( 20 ). 

Still more recently Massey and Mohr(i9) (1933-4) considered the quantum 
interaction between rigid spherical molecules, and between helium molecules, 
and calculated the values of the integrals in these cases. 

16- F. B. Pidduck(i2)(1922) made an important extension of the general 
theory to a gas composed of rough spherical rotating molecules. This 
molecular model, suggested by Bryan (23), is much simpler to handle than 
one to which Jeans(27) devoted some attention, namely, smooth spheres 
whose centre of mass does not coincide with the geometrical centre. Both 
types of molecule permit collisional interchange between translatory and 
rotatory kinetic energy, but Jeans limited his treatment of the eccentric 
spherical molecules to the case of small eccentricity, for which the inter¬ 
change between translatory and rotatory kinetic energy is slow; this reduces 
the interest of his discussion from the standpoint of this book; he gave no 
detailed treatment of the free-path phenomena for such molecules. The 
work of Pidduck, on the other hand, demonstrated that the rate of trans¬ 
mission of heat through the gas is reduced (so far as the ratio / = A//ac^ is a 
measure of this rate) when the gas possesses rotatory as well as translatory 
energy; this result is in agreement with experiment. The Bryan-Pidduck 
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model was later (1924) generalized by Chapman and HainsworthdS), who 
supposed that the distance between the centres of two such molecules at 
collision (that is, the sum of their radii) varies with the relative velocity of 
the two molecules. 

17. A further important and difficult extension of the general theory was 
made by Enskog(i4) (1922), who showed how the theory of dense gases (and 
perhaps of liquids) could be developed. His work was based on the van der 
Waals molecular model—a smooth sphere surrounded by a field of attractive 
force-—and was successful in giving a theoretical account of the density- 
dependence of the viscosity, which at moderate temperatures accords well 
with observation. Enskog later ( 26 c) (1928) gave a new and more general 
derivation of the equations of transport for dense gases and liquids. 
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NOTE ON SECOND-ORDER TENSOR FORMULAE 

In Chapter 1 and elsewhere in this book, no reference is made to the 
antisymmetrical or skew part of a second-order tensor. It seems worth 
while to mention here the notation we have found useful in other parts 
of mathematical physics (such as elasticity and electromagnetism) for 

this skew tensor. We write 

w = ^w-w), 

so that, by 1.3,s, w = w-f-w. 

The two tensors on the right are the symmetrical and antisymmetrical 
(or skew) parts of w. 

Clearly = \(w^^ - = - w^^. 

The skew tensor w has the array 

0, 

i{w^-W^,), i{^V^y-^yz)> 

Thus it can be specified by its three elements 



which are 


^yz* ^zxy ^\cv> 

i(^i/r h(^zx \{^xy~^yx)' 


These can be shown to be the components of a vector u? which is of the 

rotational type (1.1). This is called the vector of the tensor w or w. 

In the special case when w is a dyadic AB, the vector is clearly \AhB\ 

d , ..19 

in the case of a differential dyadic, such as g^c, the vector rs 
or J curl c. 


It is easy to show that 
so that 


w.a = aAtVy 


w.a = w.a-f-aAtt? 


Hence, as an example (cf. 15.3) 


/a \ dT 

(dr j ‘ dr 


d dT I dT . 
dT I dT 
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NOTES ADDED IN 1951 


v'-l 


Note A. The (13, 7) model 

The model of 10.4, in which the force between two molecules is the sum 

of a repulsive part and an attractive part has been further 

studied since the year 1940. The mutual potential energy of the molecules 
is expressed in the form 

Here or is the distance at which the potential energies of the repulsive and 
attractive parts of the field are equal, and 4e is the value of each of these 
energies at the distance o'.* In this case, dimensional considerations in¬ 
dicate that the viscosity is given by an expression of the form 


^ 160-^ TT / e /• .* 

When T is large, the repulsive part of the field is dominant, and x(^) oc 
(cf. 10 , 31 , 1 ); when T is small, the attractive part is dominant and 

X(x)<y: 

The exact form of the function x can be found, for given values of v and 
v\ only by a laborious series of numerical integrations. Hass6 and Cookt 
found that the labour of these integrations could be reduced slightly in the 
case V = 9, v' = 6. Quantum theory indicates that these values of v and v' 
are too low to apply to actual gas molecules; molecules with no permanent 
electric moment are such that is 7, and is decidedly greater. However, 
R. Clark Jones J pointed out that the simplification utilized by Hass6 and 
Cook would also be found if = 13. v' = 7; studies (by the virial method) of 
the deviations from Boyle^s law suggest that this (13, 7) model gives a good 
approximation to the actual variation with distance of the force between 
molecules. The (13,7) model has accordingly been investigated, indepen¬ 
dently, by de Boer and van Kranendonk,§ and (in more detail) by Hirsch- 

If = 21 ^ — 1, as is true for the models described below, — e is the vcdue of Wir) 

at the distance at which the attraction between molecules changes to 

a repulsion. 

t H. R. Hass6 and W, R. Cook. Broc. Boy, Soc. A, 125, 196, 1929. 
t R. Clark Jones, Phys. Rev. 59. 1019, 1941. 

§ J. de Boer and J. van Kranendonk, Physicat 14, 442, 1948. 





The (13, 7) model 393 

felder. Bird and Spotz.* They used rather different methods of numerical 
integration, but their results in general agree well. 

Hirschfelder, Bird and Spotz proceeded as far as a second approximation 
to the viscosity coefficient; this was about equal to the first approximation 
when kT = e, but (as 10.31,2 implies) about ^ larger when kTje is small, 
and xiff larger when kTje is large. Their values of x(^)^ correct to the second 
approximation, are illustrated in Fig. 14; for comparison, the values of 
XXx) obtained by Hass^ and Cook for the (9, 5) model are also shown. In 
the figure logx(^) is plotted against log a:; with a different origin, this is 
equivalent to plotting log against log T. The slope of either curve is 

— l)ifxis small, and 2/(v— 1) if a: is large; it does not, however, steadily 


0 2b 


( 13 . 7 ) 


0 b 
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Figure 14- Logxo x{^) as a function of logm x for the (13, 7) and (9, 5) models. 

decrease as x increases, but has a maximum considerably greater than 
2/(v—1) when x is about unity. Thus, for example, if the Tesults for the 
(13,7) model were interpreted according to the simple inverse-power model 
of 10.3, they would appear to indicate a repulsion proportional to for 
small Xj to for large ar, but to only about when x is about unity. If 
only the range x> I were considered, they would indicate that the mole¬ 
cular field varies as a steadily increasing power of 1/r as the temperature 
increases; and x> I for normal gases, since x (= kTje) is about unity at the 
critical temperature for liquefaction. 

To this extent, then, the (13, 7) model correctly represents the variation 
with temperature of the viscosity of actual gases (cf. 12.31). De Boer and 

• J. O. Hirschfelder, R. B. Bird and E. L. Spotz, J. Chem, Phys. 16, 968, 1948; 
Chem. Rev. 44, 205, 1949. 
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van Kranendonk found that, with suitable values of e and <r, the model 
gives good agreement with experiment for hydrogen, deuterium, neon and 
argon (see Fig. 15). Hirschfelder, Bird and Spotz found a similar good 
agreement for most ordinary gases; the agreement is least good for gases 
like ammonia and water vapour, whose molecules have a permanent electric 
moment, and for which accordingly v' in x is less than 7. The values of e 
and a are, moreover, very close to those obtained with the (13, 7) model by 
the virial method. 



Figure 15.* Comparison of the theoretical curve for log with experiment, where 

T* = kTle,^*=fi<T^I{me)^. The values of a and e used are derived by other methods 
and not adjusted to give the best possible fit with viscosity data, x = neon, -f = argon 
O = hydrogen, (p = deuterium, • = helium, f = helium, derived from the thermal 
conductivity using ft = 2A/5c,. The curve Heu, is that calculated by de Boer for helium 
introducing quantum corrections at low temperatures. 

* This figure is copied from Physica^ vol. 14, p. 451. We wish to acknowledge the 
kindness of the Editors of Physica in permitting us to make the copy. 


The model may therefore be regarded as the most satisfactory one yet 
studied. It can hardly be expected to fit every gas exactly; some part of its 
success may well be due to the adjustability of the parameters e and a; but 
it gives results agreeing with experiment at least as well as any earlier model, 
and represents the physical properties of actual gases far better than the 
earlier models. 

The values of a and ejk obtained by Hirschfelder, Bird and Spotz from the 
viscosities of different gases are set out in Table 32. For comparison, values 
of a and e/A* obtained by other metliods are also given. As noted before, 46 is 
a measure of the strength of the attractions between molecules; the attrac- 
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tions are strong if 4e exceeds 2kTQ, the mean relative energy of collision at 
the normal temperature, Tq = 273*1'^ abs. The distance <r is a “diameter** 
of the repulsive part of the field; this diameter is, however, not exactly 
comparable with the viscosity diameter of 12*4, which measures, roughly, 
the distance at which the mutual potential energy of two molecules becomes 
comparable with 2kTf^. In fact, for hydrogen, helium and nebn, whose 
molecules attract only weakly, a is greater than the viscosity diameter of 
12*4; for all other gases it is smaller. This indicates the importance, to the 
viscosity of these gases, of the attractive part of the field. 

Table 32. Values of ejk and a 

Viscosity values Other values* 


Gas 

ejk 

(T 

elk 

<T 

Air 

970 

3*617 

— 


Ha 

33*3 

2*968 

37*02 

2*92 

Na 

91*46 

3*681 

95*9 

3*72 

COa 

190 

3*996 

185 

4*57 

NaO 

220 

3*879 

189 

4*69 

NO 

119 

3*470 

131 

3*17 

CHa 

136*5 

3*822 

142*7 

3*81 

o. 

113*2 

3*433 

117*5 

3*58 

CO 

110*3 

3*590 

95*33 

3*65 

A 

124 

3*418 

119-5 

3*41 

Ne 

35*7 

2*80 

36*7 

2*74 

He 

6*03 

2-70 

6-03 

2*63 

Xe 

230 

4 051 

228, 192 

4-04 

Kr 

190 

3*61 

169, 158 

3-96 

Cla 

357 

4*115 

332, 313 

4*15 

HCl 

360 

3*305 

261, 243 

3*69 

SOa 

252 

4*290 

366, 323 

415 


* The values of efk and tr given in the last two columns are mainly those obtained 
by the virial method; those for the last five gases, however, are less accurate ones 
based on liquefaction data. 

The (13, 7) model does not give too good an agreement with experiment 
for helium at high temperatures. At such temperatures the weak attractive 
field of helium is unimportant, and the (13,7) model simply indicates a 
repulsion varying as r“^®, whereas (cf. 12.31) the actual repulsion varies 
rather more slowlj^ with r. At low temperatures quantum corrections become 
important. De Boerf has made quantum calculations for helium, using the 
(13,7) model; he obtained good agreement with experiment down to very 
low temperatures, using values of e and cr derived by the virial method at 
more normal temperatures. 

t J. de Boer, Physical 10, 348, 1943. 
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Hirschfelder, Bird and Spotz also calculated the gas-mixture parameters 
A, B, c ae functions of A:T/e; their results are shown graphically in Fig. 16. The 
application to diffusion and thermal diffusion is considered in later notes. 



10{S.«T 

Figure 16. 2a, b and c as functions of log,o x for the (13, 7) model. 

Note B. Internal energy and volume viscosity 

As several workers * have pointed out, sound waves in a gas whose mole¬ 
cules possess internal energy suffer damping by a sort of volume viscosity. 
Density changes in a sound wave produce nearly adiabatic changes in the 
heat energy. The changes in energy are, however, at first changes in the 
translational energy, and affect the internal energy only after an appreciable, 
though small, “time of relaxation”. Hence, for example, when the gas is 
being compressed and warmed, the translational energy is a rather greater 
fraction of the whole heat energy than it would be in equilibrixim, and the 
pressure opposing compression is accordingly a little greater than the 
equilibrium value for the same total heat energy. When the gas is expanding, 
the pressure expanding it is similarly less than the equilibrium value. The 
net effect is to dissipate the energy of the sound wave. 

M. Kohler has shown that this effect can be illustrated with the rough 
spherical model.t The definition of temperature which he adopted differs 

* See, e.g., K. F. Herzfeld emd F. O. Rice, Phya. Rev, 31, 691, 1928; H. O. 
Kneser, Ann, der Phyaik, 11, 761, 1931. 

t M. Kohler, Z. Phya. 124, 767, 1947; 125, 716, 1949, 
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fix>m ours, and so the argument given below difiFers somewhat from his, 
though it leads to the same result. 

If ordinary viscosity and thermal conductivity are ignored, the energy 
equation 3.21,4 becomes 

+?>) 4. • = 0. 

where \NkT is the average heat energy of a molecule. Since 


1 Dp 
p Dt 


1 Dn _ 9 

nWl "" 


this equation can be written 


D 

Dt 




If iV^ is given the equilibrium value 6 appropriate to rough spheres, i leads 
to the adiabatic law p oc p^. However, N is not exactly 6 for rough spheres 
in general, because of the 61 term in equation 11.61,a; evaluating this term 
by the method indicated in section 11.61, 


iST = 6 + 


3(l + g)Y m 9 
lena'^K XnkT 


r~ 

) dr' 


or, using 11 . 61 , 3 , 


where 

6+ 13fi: 

60^ 

Write 

, 9 

p = p -vj^.Ca. 

Then a is equivalent to 

N = 6p'lp, 


In a sound wave the velocities and changes in density, etc., are small; 
thus, if products of small quantities are neglected, equation i becomes 

Dp' 4:p'Dp 

.® 

That is, p' is the pressure calculated from the adiabatic law, ignoring the 
lag of rotational energy behind translational. Equation 4 indicates that the 









The effect is equivalent to introducing a volume viscosity (cf. 16.51 i)- 
which was Kohler’s result. 

Kohler pointed out that the volume viscosity w given by 3 is not small 
compared with /i; it is 11/</30 when k has its greatest value and becomes 
large when K is small. Hence the vj-teim. in 4 is at least comparable with the 
viscous stresses in the pressure tensor. That is, the volume viscosity indicated 
by 4 adds appreciably to the dissipation of energy due to ordinary vis¬ 
cosity ; if the interchange between translational and internal energy is slow 
(K small), volume viscosity may produce very great dissipation of energy. 
This agrees, in general terms, with the results of experiment. Because of 
volume viscosity, the damping of sound waves in nitrogen is about f that 
resulting from ordinary viscosity and thermal conduction alone;* * * § for 
ammonia, the increase is in the ratio |, for hydrogen about twentyfold,t 
and for gases like COj the increase is greater stiU.f Large values of the 
volume viscosity, however, normaUy arise from the slow conversion of 
translational energy into vibrational energy, rather than rotational, 
because of the large relaxation time for vibrational energy. The volume 
viscosity may be greatly increased by small impurities.§ 


Note C. Self-diffusion 

The coefficient of self-diffusion Z)„ has recently been determined for 
several gases by measuring the mutual diffusion of isotopes of the same gas. 
The values of found for these gases are given in Table 33. 

The values given in this table tend to cluster round = 1-33. Xo 

a first approximation pD^Jp = 3a (cf. 14.5,2) and so this impUes that a is 
about 0-44. On the simple inverse-power model of 10-3, this would imply 
molecular repulsions varying as ?-«, which is altogether irreconcilable with 
the VMcosity results. The values given in the table are, however, readily 
explained on the (13, 7) model considered in Note A; as Fig. 16 shows, on 
this model a is about 0-44 for values of kTje between 0-5 and 10. Other 
models may also explain them weU; for example, Hass6 and Cook’s (9,6) 

* H. H. Keller. Phys. ZeU, 41, 386. 1940. 

t A. van Itterbeek and L. Thys, Physica, 5. 889, 1938. 

X Herzfeld and Rice, loc. cil, 

§ V. O. Knudsen, J. Ac. Soc. Amer. 6, 199, 1936. 
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model gives values of a only a little greater than 0-44.* Nevertheless, what¬ 
ever model finally proves to be best, molecular attractions clearly need to 
be taken into account to explain the self-diffusion results. 

Values of X>ii derived from the mutual diffusion of pairs of similar gases 
like CO 2 and NgO, or from Kelvin’s calculations, tend to be higher than 
those derived from isotopes. The isotopic values are clearly to be preferred, 
since there is no guarantee that different, though similar, molecules will 
exert the same foixes on each other as either will on those of its own kind. 

Table 33. Values of found from isotopic diffusion 


Gas 


Reference for D 

H, 

1-37 

(1) (cf. p. 250) 

Ne 

1-275 

( 2 ) 

A 

1-34 

(3) 

Kr 

1-30 

(4) 

Xe 

1-24 

(4) 

N, 

1-48 

(5) 

CH 4 

1-33 

( 6 ) 

HCl 

1-33 

(7) 


( 1 ) P. Harteck and H. W. Schmidt, Zeit.J. Phys. Chem. B, 21, 447, 1933. 

(2) W. Groth and P. Harteck, Zeit.J, Elektrochem. 47, 167, 1941. 

(3) F. Hutchinson, J. Chem, Phys, 17, 1081, 1949. 

(4) W. Groth and E. Sussner, Zeit.J. Phya. Chem. A, 193, 296, 1944. 

( 5 ) E. B. Winn, Phya. Rev, 74, 698, 1948. 

( 6 ) E. B. Winn and E. P. Ney, Phys, Rev. 72, 77, 1947. 

( 7 ) H. Braune and F. Zehle, Zeit.J. Phys. Chem, B, 49, 247, 1941. 


Note D. Thermal diffvMon'\ 


The thermal diffusion factor. Recent results on therma* diffusion have 
often been expressed in terms of the thermal diffusion factor a, defined by 


ky — ^^10^20 


The factor a was first introduced by Furry, Jones and Onsagerf in 1939. 
Its importance is that it varies less than ky as the composition varies, 
remaining finite as or n 2 o becomes small. If a is taken as constant instead 
of ky, 14.7,1 is replaced by 

log (^ 1 /^ 2 ) = — alog^T-i-const. . 2 


The separation column. Interest in thermal diffusion was much increased 
when in 1938 Clusius and Dickel§ described a cumulative continuous 

* Data from which a can be calculated for this model were given by R. Clark 
Jones, Phya. Rev. 59, 1019, 1941. 
f See Note J for numerical data. 

% W. H. Furry, R. Clark Jones and L. Onsager, Phya. Rev. 55, 1083, 1939. 

§ K. Clusius and G. Dickel, Zeit.J. Phya. Chem. B, 44, 397, 1939. 
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process, combining convection with thermal diffusion, which has proved of 
great value for the separation of mixtures of gases, particularly of isotopes 
The mixture is placed in a vertical column, in which a horizontal tem¬ 
perature gradient is maintained (e.g. by a heated wire stretched along the 
vertical axis of the column). Thermal diffusion proceeds horizontally 
increasing the proportion of one constituent in the hotter region, and of the 
other in the cooler region, at each level. Concurrent slow convection carries 
the hotter gas upward and the cooler gas downward; this continually 
enhances the concentration gradient at each level. After a time the gas is 

materially enriched at the top of the column in the one constituent, and at 
the bottom in the other. 

The theory of the separation column is complicated* (involving the 

viscosity of the mixed gas as well as k^), and its present approximate form 

is not sufficiently accurate to enable kj. to be determined by means of the 

column. This, however, gives the sign of ky, and a rough indication of its 
magnitude. 

The column has been much used for gas separation, and also for liquid 

mixtures,t 


Elementary theories. Several attempts have been made to remedy the 
faults of the elementary theory of diffusion (6.4), and in particular to give 
a simple treatment of thermal dififusionj (cf. 8.4). 

The method briefly indicated by Frankel, and more fully expounded and 
developed by Furry, was based on a mode of approach used long before by 
Stefan and Maxwell. In the steady state a constant temperature gradient 
produces, by thermal diffusion, a concentration gradient, and therefore 
gradients of the partial pressures. The method seeks to determine these by 
considering the momentum transfer from one gas to the other. It is able to 
indicate correctly the dependence of the sign of kj, on the law of molecular 
mteraction. In the simplest case, where the molecular mass-ratio is large 
and the heavier molecules may be treated as stationary, the light gas is 
envisaged as consisting of two streams moving oppositely along the line of 
the temperature gradient. Each light molecule loses its momentum mF to 
the heavy gas at a rate proportional to Ftr, where or is the cross-section for 
complete dissipation of momentum. As each of the two streams of light 


♦ L. Waldmann, Z. Phys. 114, 53. 1939; R. Clark Jones and W. H. Furry Rev 

Mod. Phys. 18, 161, 1946; W. H, Furry. R. Clark Jones and L. Onsager. loc.'cit. 

t S. R. de Groot, VEffet Soret. Amsterdam. 1945; E. Tilvis. Soc. Sex. Fenn. Comm 
Phys.^Math. 13 (15). 1947. 


t L. J. Gillespie, J. Chetn. Phys, 7, 530, 1939; S. P. Frankel, Phys. Rev. 57, 661 
1940; R. Furth, Proc. Roy. Soc. A, 179, 461. 1942; R. N. Rai and D. S. Kothari! 
Indian J, Phys. 17, 103, 1943; H. N. Cacciapuoti, Nuovo Cimento (9). 1, 126, 1943- 
n. H. Furry, Atncr. J. Phys. 16, 63, 1948. 
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molecules must carry the same momentum per cm.^ (to make the net par¬ 
ticle flux zero), the momentum transfer of each stream per second must be 
proportional to the corresponding mean value of For. A simple dimensional 
argument (such as Rayleigh used—cf. p. 221) shows that, if the molecular 
interaction varies as r-^ Vo- is proportional to Since V is greater 

for molecules coming from the hot side than for those in the reverse direction, 
there is a force supporting an excess of the light gas on the hot side if > 5, 
and on the cold side if < 6. and no concentration gradient if = 5. 

The most successful of the theories based on free path methods is. perhaps, 
that of Fiirth. He assumes that, in the expression for the flux of mole¬ 

cules Wj per unit area across a plane, and C j are to be evaluated at different 
distances and 1'^ from the plane, the difference between and being due 
to the different effects of persistence after coUision upon and Ci- He 
deduces for the thermal diffusion factor the equation 

^ _ (^ 2 ~ ~ (^1 ~ . 3 

The dependence of thermal diffusion on the laws of inter molecular force is 
explained by the influence of these laws on l-i/li ^ 2 /^ 2 * ©sample, to 
make ky vanish for Maxwellian molecules, the necessary values of IJl'i 

and IJlz are both 

Opinions differ as to the value of these elementary theories. What is 
certain is that the methods on which they are based were in use for over 
forty years during which the existence of thermal diffusion remained quite 
unsuspected,* although the analogous phenomenon in liquids had been 
discovered experimentally. Moreover, though they sometimes achieve a 
fair degree of accuracy, this fact can be ascertained only by means of the 
theory expounded in this book. Some “elementary* theories seem to be 
at least as troublesome mathematically and numerically as the exact 

theory. 

Isotopic mixtures. R. Clark Jones‘j* has discussed the form taken by k^ 
when the molecules and m^ are isotopes, so that like and unhke molecules 

* J. H. Jeans was exceptionally familiar with the kinetic theory of gases, and had 
materially improved the elementary methods by considering the persistence of 
velocities after collision. Nevertheless, when Chapman’s 1917 paper (p. 389, 6b) was 
communicated to the Royal Society, Jeans (who examined the paper for the Society) 
wrote to the author, not controverting the thermal diffusion term in the equation of 
diffusion, but suggesting that its operation would be almost infinitely slow: although 
the equation showed that the rate was comparable with that of ordinary diffusion, 
as was soon confirmed by Dootson’s experiments. 

•j- R. Clark Jones, Phys. Rev. 58, ill, 1940. 
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all interact according to the same law of force. Correct to the first power of 
(W 2 , - W 2 )/(Wi + m^), which is supposed to be small, in this case 


_ r 1 _ 15(c—I) (1 + a) w, — 

^10^20 * a( 11 — 4b-I-8a) Wj+ m2 .^ 


Clar-k Jones evaluated this expression for the law offeree r—, for Suther¬ 
land’s model, and for the Lennard-Jones ( 1 ^, 3 ) model; his results in this 
last case indicated that kj. is increased by reason of the attractive force 
unless p for the repulsive field exceeds 15 (cf. 14. 74). In a later paper * he 
similarly discussed the Hasse-Cook (9,5) model (cf. 10.4 and Note A), and 
found that though the addition of a weak attractive field increases k 
slightly, a strong attractive field produces a much greater decrease. ^ 

The particulars for the (13, 7) model, quoted in Note A, lead to the same 
conclusion. The intermolecular force influences the expression 4 for [k 1 
mainly through the factor c — 1 . As Fig. 16 shows, for very strong attrac¬ 
tions, or very low temperatures (kT <e), c -1 may be negative. In less 
extreme conditions (kT > e), a decrease of temperature normally decreases 
ky. This suggests that the observed decrease of ky for many gases as T 
decreases may be due to molecular attractions rather than to the variation 
of molecular “hardness” with distance. If so, the experimental values of 
ky, and their variation with T, need to be re-interpreted as indicating the 
relative magnitudes of the attractive and repulsive parts of the field. 

Watson and Woernley f studied thermal diffusion in ammonia, about 
15 per cent of which contained the N^® isotope of nitrogen, and the rest the 
normal nitrogen (N>^). They found that ky changed sign at about 20° C. 

^ ^ ^ ft temperature and 

negative below. This is the behaviour suggested by the (13,7) and (9 5 ) 

models; the ammonia molecule is not closely represented by either of these 

models (cf. Note A), but its attractive field is undoubtedly strong. 


CJuiracteristics of thermal diffusion. Chapman f has considered in detail the 

dependence of [k^], on the concentration ratio {njn^), on the mass ratio 

(Wi/TWg), and on the three laws of force involved. These laws may be referred 

to as 1, 1, or 2, 2, or 1, 2, for the interactions between molecules ?n. alone or 
mg alone, or and mg. * 


* R. Clark Jones, Phys. Rev. 59, 1019, 1941. 
t W. W. Watson and D. Woernley, Phys. Rev. 63; 181, 1943. 

iJ Note corrections- to (4 11 

; to 4.6 delete to p. 46. Table 2, column 3. x=Ml- t^dS 

CiCjQi.; to p. 61, line 14, after “of” insert “the factors of M, s and (1-x) in” 
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In 14.71,1-4 it is convenient to express e/OJ^ and in terms of 

equivalent molecular diameters S 2 and 5^2 defined as follows: * 





2\7TkT 



M^M2mQ 

27Tkf~ 




Despite the forms of these definitions, these diameters do not involve the 
molecular masses; they depend respectively only on the 1 , 1 , or 2 , 2 or 1,2 
laws of force, and on T, If these laws of force are the same, = 53 = Sja* 
If the molecules are smooth rigid elastic spheres, = cTj, = o-g* -^12 = ^ 12 - 
The 1, 1 and 2, 2 laws of force affect ky only through the ratios of dia¬ 
meters and because 


E/[/^i]i = (2/^/2)* 5^2, E/[//2]i = Asl/M^sfz. 

Hence also, in 14.71,i, 


^ 1/^12 —4il/2} + 371 / 2 (^ 1 /^ — jj/g)* .5 

S 2 = M2A{{2IM^)^sllsf2-^M,}^3M^{M,-M2). . 6 

At a given temperature the sign of c - 1 is fixed. Nevertheless, it is pos¬ 
sible for [kyJi to change sign as the concentration-ratio Wj/ng is varied; this 
happens when and ^2 have the same sign. In particular, when = mg 
(so that M^ = M 2 = i), the condition is that and ^2 shall both exceed ^^2 
or both be less than 3^2 (a condition which could not be satisfied if the mole¬ 
cules were rigid elastic spheres). When Wj/wg, sjs ^2 and all differ only 
slightly from unity, [aj^ is approximately equal to 

5(c-l) [ 3(l+A)mi-m2 (sj \ /si \ \ 

11-4b + 8a1 a mi + rna'*' U\ / /M’ . 

indicating the conditions to be imposed on Sj and S 2 in this case. If the 1,2 
law of force has the form /cr-*-, the factor 3(1 -|-a)/a takes the values 8-64, 
9*3 and 11*6 corresponding to v = 3, 9 and 00 . Hence normally the first term 
in the brackets in 7 is predominant in determining the sign of [aj^; the 
differences between the diameters can usually bring about a change of sign 
of [a]i, as the ratio nj/wg is varied, only if the proportionate mass-difference 
(mi — m 2 )/(mi + m 2 ) is ver 3 '- small. 


* In his discussion. Chapman wrote for what would her© be denoted by 2a\2l5\ ; 
this was inadvisable because does not then become identical with when the 1, 2 
law is the same as the 1, 1 law. In terms of the here dedned. Chapman’s symbols 
^ia» ^ai and x take the simpler forms 8\^f8 I «ia/«a- 






404 


The diffusion thermo-effect E 

Grew * confirmed the possibility of a change of sign of kj, as composition 
varies by his experiments with the neon-ammonia mixture (for which 
(Wj — m 2 )/(mi-h m 2 ) = 0-086). The heavier gas, neon, travels to the colder 
region only when the volume-fraction of ammonia in the mixture is less than 
25 per cent; otherwise the ammonia seeks the colder region. This is a con¬ 
sequence of the small diameter of the heavier particle, neon. With the known 
mass-ratio for neon and ammonia, taking a = 0*44, the condition that 8 ^ 
and 82 shall have the same sign is that either Si<0-85i2, 52<l-22sj2» or 

> 0-85 i2 , S 2 > 1-22512, where the suffix 1 refers to neon. The results obtained 
by Grew correspond to the second alternative, and indicate that S 12 is only 
a little greater than the small diameter for neon. 

Grew also examined whether k^ changes sign as Wj/w-g is varied in the case 
of the mixture COg, NgO. These gases have very nearly equal molecular 
weights and diameters (cf. Table 19, p. 229) and so ky should change sign 
unless 5 i2 is nearly equal to both and No change of sign of ky was 
observed, and indeed the value of k^. for this gas-pair seems to be much 
greater than theory would suggest.! 


Note E. The diffusion thermo-effect 

As was noted in 8.41, diffusion in a binary gas is accompanied by a heat 
flux of amount 

^kT{n^Ci -i- rigCg) — Cg). 

The term ^kT(n^Ci-\~n 2 C 2 ) fn this is trivial; it can be transformed away 
by measuring the peculiar velocities of molecules (and therefore also the 
pressure, temperature and heat flux) relative to the mean velocity c of the 
molecules instead of the mass velocity Cq. The term i>k 3 ,(Ci —Cg) is more 
important. It indicates a heat flow due to diffusion, which may be regarded 
as an effect inverse to thermal diffusion; it is called the diffusion thermo¬ 
effect. The direction of the flow is such that, if it generates a temperature 
gradient, thermal diffusion due to this gradient decreases the primary 
diffusion. In other wwds, the heat flow is in the direction of diffusion of 
molecules which, in thermal diffusion, would seek the cold side. The equality 
of the coefficient k^ in the expression for the heat-flow' with the thermal 

* K. E. Grew, Phil. Mag. 35, 30. 1944. 

t F. T. Wall and C. E. Holley, J, Cheni. Phys. 8, 949, 1940. The same gas-pair was 
studied also by B. Leaf and F. T. Wall, J, Phys. Chem. 46, 820, 1942; they pointed 
out that N,0 might undergo chemical decomposition in the apparatus. 
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diffusion ratio is a special case of a general reciprocal theorem in the thermo¬ 
dynamics of irreversible processes. * 

The diffusion thermo-effect has been investigated both theoretically and 
experimentally by L. Waldmann.f His experiments were of two kinds. In 
the first (the “ stationary ” effect), mixtures of the same two gases in different 
proportions were made to flow along two parallel tubes, connected through 
a slot cut along their lengths; changes in the gas temperatures on the two 
sides of the slot were measured by platinum wires parallel to the slot, used 
as resistance thermometers. In the second (the “ non-stationary ” effectU^ 
vertical cylinders filled with mixtures in different proportions were 
placed end to end, and diffusion was permitted between them; temperature 
changes in the two cylinders were measured throughout the duration of the 
diff usion, again by resistance thermometers. The recorded temperature 
changes were small (comparable with 0*5° C), but sufficient to be recorded 

with fair accuracy. 

Although the thermo-effect involves diffusion, ky can be determined from 
it without prior knowledge of the diffusion coefficient i>i 2 ; the thermal con¬ 
ductivity A must, however, be known. The peculiar velocities of the molecules, 
heat flow, etc., are taken relative to the mean velocity c of the molecules 
instead of the mass velocity Cq\ then the heat flux becomes 




-h kTaui Cl , 


where a is the thermal diffusion factor (cf. Note E). This expression is sub¬ 
stituted in the heat equation 


I ^ ^ 


ar‘ 


q = 



and A, Ta and p are treated as constants. Then, using the equations of con¬ 
tinuity of molecules nii and of the molecules as a whole, the velocity of 
diffusion can be eliminated, to give 




D « 


a dT 


Dn 


where now 


D - A 

Dt ^ ’ Sr' 




In steady flow parallel to Oz with speed w, DjDi is wdldz\ also, since p is 
uniform, n is approximately uniform, and so w can be taken as uniform. 

• L. Onsager, Phys, Rev. 37, 405. 1931; 38, 2265. 1931. 

t L. Waldmann. Z. Pkys. 121, 501. 1943; 124. 2. 30 and 175. 1947-8; Z. Natur. 
forachung, 1, 59 and 483, 1946; 4a. 105, 1949; 5a. 322. 329 and 399, 1950; L. Wald- 
mann and E. W. Becker, Z. Naturforachung ^ 3a, 180, 1948. 
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Hence, integrating with respect to z, and assuming that T = Tq, dTjdz = 0 
when 2 = + oo, 



02 ^' 

01/2 


j+paw?((nio), 


(^ 10 ) 2 = 


^00 




where 




f In 3, the quantities other than T' and w can be regarded as independent of 
a^^and y \ if w; is known, 3 can be used to determine the functional dependence 
of T' on X and y. In the “stationary” experiments, one value of T' is given 
by the resistance thermometer; (Wio)a= « — (^10)2= - 00 is given by the fractions 
of molecules m-^ in the mixtures entering and leaving one of the two parallel 
tubes; hence a/A is determinate. 

^ In the “ non-stationary ” case the molecules have no mean motion, and 
DjDt is 0 / 0 ^. Integrate i with respect to the time over the whole duration of 
the diffusion, assuming that T = Tq at the start and finish. Then 



_0 ^ 

dr' dr 





where Au^q is the total change in njg at the point considered, due to dif¬ 
fusion, and 

T" = j{T~T,)dt. . 6 

Equation 5 can be solved to give T" as a function of position; by comparing 
the solution with the value of T" indicated by the resistance thermometer, 
a/A is found. 

Both types of experiment can also be used to give values of the diffusion 
coefficient as a by-product. In the “non-stationary ” case, the temperature- 
deviation T — Tq ultimately dies away exponentially, at a rate determined 
by the rate at which diffusion destroys the differences of composition which 
cause the thermo-efifect. The time of decay in the ultimate exponential 
decrease is accordingly inversely proportional to i)i2; if the cylinders placed 
end to end are each of length /, the time is In the “stationary” 

case Z)j2 can similarly be found from the ultimately exponential decrease of 
T — To as 2 increases. 

Waldmann has determined a and for several pairs of gases. His values 
are subject to several possible causes of error. For example, in deriving i 
the thermal conductivity A is supposed constant, whereas in an actual 
experiment it may vary appreciably as the composition of the mixture 
changes. Again, the thermal conductivities of many gas-mixtures have not 
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been found experimentally; for such, A may have to be estimated by risky 
interpolation from the values for the corresponding pure gases. In spite of 
these disadvantages, the thermo-effect offers a valuable and simple method 
of determining the coefficients of diffusion and thermal diffusion, a method 
which should be capable of much development. 

Several of Waldmann*s values of a and are given in Table 34; values 
of cc appear above the diagonal, values of below. Where a varies greatly 
with composition, two values of <x are given, corresponding respectively to 
vanishing proportions of the heavy and light gases. The values refer to a 
temperature of 20*^ C.; when corrected to 0 ° C. they agree well, in most cases, 
with results derived by other methods (where such exist). 

Table 34. Values of a and obtained from the 

DIFFUSION THERMO-EFFECT 


H, N, O, A COj Da 



Waldmann has also determined for some gas-pairs at low temperatures. 
He used a modification of the “stationary” method, employing gas-speeds 
too high for it to be possible to take T = T^aX the far end of the tube (as 
assumed in deriving 3 ). He varied the gas-speed to make the integral 

T' = ^(T-To) dz, 

integrated along the tube, a maximum; when this is so, T' is a function of 
pD^ 2 ^pjh, a quantity which is taken as independent of the temperature. The 
functional dependence of T‘ on was determined by preliminary 

experiments. 

Waldmann’s first experimental results by this method indicated an 
apparent dependence of ky on the pressure. He was able to show that the 
apparent variation of k^ was really due to work done by molecular attrac¬ 
tions as the gases mixed; to get the true ky he had to work at low pressures, 
where the effect of molecular attractions is negligible. After thus disen¬ 
tangling the thermo-effect from the effect of the attractions, he found that 
for several pairs of gases (e.g. Ng-A, Og-A, N 2 -CO 2 ) k^ changes sign as 
the temperature decreases (cf. Note D). In A—COg mixtures, on the other 
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hand, he found kjt to increase as the temperature decreases, an eflFect as 
yet unexplained. 

Waldmann and Becker attempted to detect the thermo-efiFect in hydrogen 
due to the relative diffusion of ortho- and parahydrogen. Any observed 
effect would depend on the quantum difference between the cross-sections 
of molecules in like or unlike states (cf. 17.3). However, no effect of the 
expected order of magnitude was actually detected. 


Note F. Diffusion and thermal diffusion in a multiple mixture* 

The theory of diffusion in a mixture of several gases has been considered 
by Hellundf and by Curtiss and Hirschfelder.f Their main result was that 
relative diffusioji of two of the constituent gases can be induced by factors 
not directly affecting these gases, such as forces acting on the molecules of 
another constituent gas. The velocities of relative diffusion are given 
correct to the first approximation, by solving the equations 

2 - C,)/[ Ay]: = [p, (f, - - |i j 



{i 1 , 2 ,Here denotes the partial pressure of the ith constituent 

and [Z),.,], denotes the first approximation to the coefficient of mutual 
dififusion of the ith and jth gases, at the pressure of the actual mixture. 

Formulae were also given for thermal diffusion in a mixture of several 
gases, but these are too complicated to be quoted here. A result can, how¬ 
ever, be given for thermal diffusion in a mixture of several isotopes of the 
same gas.§ The mean mass m of molecules in the mixture is defined by 


nm = 2 «,■ w,-, 
1 



and is supposed to be small for any pair of isotopes. Then, 

neglecting squares and products of the small quantities the 

velocities of diffusion due to a temperature gradient aT/dr are given by 

_ r, 1 ar 15(0-1) (1 -HA) 

* '’'Tdr 2 a(11-4b-|-8a) nm ' . 3 


* Also see Note I. p. 416. 

t F. J. Hellund. Phys. Rev. 57, 319, 328. 737 and 743, 1940. 
t C. F. Curtiss and J. O. Hirschfelder. J. Chem. Phys. 17, 550, 1949. 
§ R. Clark Jones, Phys. Rev. 59, 1019, 1941. 
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Here is coefficient of mutual diffusion in a mixture of any two of the 
isotopes, at the pressure of the given mixture; a, b, c are the encounter 
constants of 9 . 8 , 7 , which have the same value for any pair of isotopes. 
Since 3 is valid only to the first order in the quantity m in the 

denominator could be replaced by any other mean mass. The interpretation 
of 3 is that Ci is the sum of the velocities of diffusion that would be found 
in binary mixtures of molecules with molecules Tn-j, ?/i 2 , ... in turn, the 
fractions of the latter molecules being njn, njn, .... 

Similarly in the steady state in which thermal diffusion is balanced by 
diffusion due to inhomogeneity, the concentration-gradient is given by 

y; nAm^ — mA 

0 /nA aiogT 15 (c-1)(1+a) t ^ 

8r 2 a(11-4b-|-8a) nm 

The expression on the right can again be divided into the parts that would 
be due to the presence of molecules m 2 , ... in fractions nijn, rijn^ ... in 
binary mixtures with molecules m^. Equation 4 is equivalent to 

0 /nA dlogT 15(c- !)(! +A) 

^ 2a(11-4b + 8a) m ' . ^ 

showing that the relative concentration of molecules has the same 

gradient as if the other isotopes were absent. 

The importance of 3 or 4 is that it indicates that results for a mixture of 
several isotojies can be used to determine the thermal diffusion ratio for 
a pair of isotopes, and vice versa. A similar remark also applies to the 
diffusion thermo-effect. * 


Note G. The third approximation to the velocity-distribution function 

Simple gases. A new method of solving Boltzmann’s equation for a simple 
gas has been developed by H. Grad.t The method gives general solutions, 
not simply the ‘‘normal’* solutions (cf. 7.2) which depend on t only through 
the dependence of w, Cq and T on t. An approximate expression is assumed 
for /, of the form 

r 

where the functions Xr known functions of c, and the quantities a^ are 
variable parameters. Arbitrary initial values of the parameters a^ can be 

♦ L. Waldmann, Z.f. Naturforachung, 1, 12, 1946. 

-j- H. Gr€id, Comm, on Pure and Applied Maths. 2, 331, 1949. 
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assumed; the time variation of the parameters, as well as that of n, and T, 
is then determined from the equations of change of appropriate molecular 
properties (cf. 3.1 l,i), so that the values of the parameters at any subsequent 
time can be found. By taking a sufficiently large number of functions and 
parameters a,., / can be determined to any desired order of approximation. 
A simple approximation, but one giving good results, is 


/ = /<o){l + a. - 1 ) + b : Cq. . 

Here the vector a and the tensor b are the unknown parameters; they are 
related to the heat How q and the non-hydrostatic part p' = p — Up of the 
pressure tensor by the equations 



The time-derivatives of a and b are determined from the equations of change 

o 

of the molecular properties — and CC. This leads to equations 
equivalent, in our notation, to 


^'-2lc 

Dt ar 


p' + 4e.p' + ^zlp' + |^qf + 2pl+^p' = 0, 


Dt 


d ..o p ^ , 


Ip dT 
2 pTdr 



p^ 

p'ldr 




5p2 dT 





where jx is the first approximation to the coefficient of viscosity. These, 
together with the equations of continuity, motion and energy, form a com¬ 
plete set of differential equations giving the variation of all the physical 
variables. 

As is seen on comparing the first and last terms of each equation, 4 and 5 
indicate that p' and q approach “normal’* values (depending only on n, Cq 
and T and their derivatives) in a relaxation time comparable with p/p, 
i.e. with the mean collision-interval. After the “normal” state is attained, 
the last two terms of each equation become dominant; thus a first approxima¬ 
tion to the solution is p' = p^^\ q = where 





dr 



dr’ 


A being the first approximation to the thermal conductivity. These are 
formally equivalent to the first approximations to p' and q derived in 
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Chapter 7; second approximations are then derived by substituting p' = 
q = g<i) in the earlier terms of 4 and 5 , and p' = p(*^+ q = + 

the last term of each. Apart from having DjDt instead of DqIDI^ the expres¬ 
sions so found for pt^) and q^^'^ are identical with those found in Chapter 15 
from the third approximation to the velocity distribution function, with the 
approximate values for the coefficients 6 and tu given in 15.4 and 15.41. 
Further approximations to p' and q can be similarly derived. 

Grad believes that 4 and 5 can with advantage be used in shock-wave 
conditions, when even the third approximation to the velocity-distribution 
function may be inadequate. 

Mixed gases. We have considered the third approximation to the velocity- 
distribution function for a mixed gas, in order to determine the contribution 
to the velocity of diffusion from this approximation.* The third approxi¬ 
mation was found to add to the velocity of diffusion Cj —Cg nine terms, 
given by 


^dT 


PP'^iQ ^20 


T dr 




D 


T 


(S( 


dr 


A ^ 

dr 


"b ^12^^12 + -^12 (^12) 


+ 


pDl^ \ ^ ^ I 

Cg -r c/ ^12 • “ 


P-^12 


•f 


1 dT o 


1 dp 


P 


T dr ■ ® p ® ^ 6r ■ ® 


where are numerical quantities of order unity, which may, 

however, vary with the temperature and the properties of the mixture. 
Certain of the quantities e have been determined correct to a first approxi¬ 
mation similar to that of Chapter 15: their values, correct to this approxima¬ 
tion, are 

T 0Z>r\ 2/7 T dD 


- 

^ ~ 3\2 


Dj, dT 


= -( 1 - 
sU 


12 


^12 ^T 



— 1» .7 

All the new terms in the diffusion velocity can be shown to depend on the 
velocity-gradient, and to vanish if the mass-velocity Cq is uniform. They 
are in general small compared with the diffusion velocities considered 
earlier, and are liable to be masked by turbulence when they are large. 
However, the last term in 6 may be comparable with pressure-diffusion in 
flow along a capillary tube. 

* S. Chapman emd T. G. Cowling, Broc. Boy. Soc. A, 179, 169, 1941. 
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Note H. Theories of liquids 

The theory of dense gases given in Chapter 16 applies only to rigid 
spherical molecules with no surrounding fields of force; when the molecules 
in a dense gas have extended fields of force, multiple encounters must be 
considered. This demands an altogether different method of approach. 
Such an approach has been provided in the theories of liquids advanced 
independently in the past few years by Born and Green* and by Kirk¬ 
wood.! The theories, which are also applicable to dense gases, have certain 
similarities with the theory of normal gases, set out in the early chapters of 
this book. 

Consider a volume V containing ^ like molecules. A generalized velocity- 
distribution function is defined such that the probability of finding a 
molecules which are respectively in small volume elements drj, ..., dr^, 
and have respective velocities in the ranges dc2, is 

C 2 ,..., Cg, r2,..., t) dr^.., dr^ dc^,.. dc^. 

A generalized number-density is similarly defined; it satisfies 

= J... J /(«) dCj... dCg. . I 

Also, integrating each vjolume-integral over the volume F, 

J... ... — 1)... (../F' — 5 +1), . 2 

jjp^dr.dc, = l)/<^-i). . 3 

The symbols denote the usual number-density and velocity distribu¬ 

tion function. In a normal gas one could write, to a sufficient approximation, 

/(2) = /W(Ci, r,)/‘“(Cj, r^), /«) = r,) r^) /'“(Cg,r,). 

and so on; but in a liquid or a dense gas such relations are no longer valid, 
since one molecule perturbs the distribution of others in its vicinity. 

The functions can be used to construct mean values in accordance 
with the formula 

yi(s)^is) = J ... J/(^>^dCi(iC2 ... dCg. .4 

A function 0 may have several different mean values .... For 

example, is the mean velocity of all molecules near dp that of a mole¬ 
cule near rj when it is known that a second molecule is near when 

Tj — Tg is small, cp and may be appreciably different. 

* M. Bom and H. S. Green, Proc. Roy. Soc. A, 188, 10, 1946; 189, 103, 1947; 
190, 455, 1947; with other later papers less closely connected with the theory of 
gases. 

t J. G. Kirkwood, J. Chem. Phys. 14, 180, 1946; 15, 72, 1946. 
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Each function satisfies an equation of continuity 




Similarlysatisfies a Boltzmann equation 


i: fc,.r + ' 


dt 


<-i 


dTj Be 




0 , 
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where is the average acceleration of the tth molecule of the group of s 
molecules, the average being that taken over all possible positions and 
velocities of the ^/V' — s molecules whose positions and velocities are not 
specified in the definition of/<«». Let be the acceleration of the ith molecule 
due to external forces; let be its acceleration due to another molecule 
at the point is taken to be in the direction of the vector ^ — r^, its 

magnitude being a function of Then 

riT = + i: 


-^17 + 




the last term on the right representing the average acceleration due to the 
molecules whose positions and velocities are unspecified. Hence 6 becomes 


a/(») 

dt 




i=i\ 


0 /<«) 

dr, 


+ 




2 ^i.8+l 


0C.- 


^'^ 9+1 ^^ 6+1 


Multiplying equation 7 , with 5 = 1, by the momentum and energy of a 
molecule, and integrating over all values of c^, the equations of motion and 
energy are obtained. These are similar in form to 3 . 21 , 3 , 4 , with the following 
differences in interpretation of the terms.* The pressure tensor at rj is now 


p = p(CiCiP + iJ'A:i2ri2n(2)(ri,r2)dr2; 


8 


the second term on the right represents the infiuence of molecular cohesion 
and the coUisional transfer of momentum. The energy ^NkT per molecule 
includes a term arising from the mutual potential energy of molecules; if 
the mutual potential energy of molecules at r^., 


\NkT = + 


* The expressions 8 and 10 are those given by Kirkwood. Those given by Bom 
and Green can be reduced to the same form after some transformation. 








414 


Theories of liquids H 

The factor \ appears in the last term because the mutual potential energy is 
shared between two molecules. The heat flux q is given by 


-h ^/nf2)(ri, rg) r^2^^2-^dr^\ .lo 

the second term on the right represents the transfer of potential energy, 
and the third a “ coUisional” transfer of energy due to the forces between the 
molecules. In an ordinary gas, the first terms on the right of 8, 9 and 10 are 
the most important; in a dense gas or a liquid the other terms are dominant. 
The equations show that, to determine equilibrium and transport properties, 
it is necessary to know both/^^^ and 

These functions have to be found by solving 7. The exact solution is 
difficult; the equation with 5=1' determines but only ifis known; 
that with <5 = 2 determines /<2), but only if /<3> is known; and so on. An 
approximation is therefore necessary. Write 

/<2)(i,2)=/(i)(l)/a)(2) ^6(2 )(i,2), 


2, 3) = /i>(l)/fi’(2)/a)(3) 2) ^(2)(2, 3) ^(2)(3^ i) ^(3)(i^ 2 , 3), 


etc., where the arguments 1, 2, ... refer to the position and velocity c^; 

^2,03; ... of the molecules considered. Then the functions _ would 

each be unity if there were complete molecular chaos; for sufficiently large 5, 

can reasonably be put equal to unity. Born and Green, generalizing a 

suggestion of Kirkwood,* made the assumption = 1 in considering the 

uniform steady state. In this state the dependence of/<®> on the velocities 
is given by 


/w = reW ^ 


m 


27TkT) 


g-m(C2,+C*j+,.. +C!»,)/2A:r 


Substitution of this in equation 7, with s = 2 and = 1, leads to a not too 
intractable equation for 7i<2) and so to a reasonable approximate solution of 
the steady-state problem. 

In discussing the transport phenomena, Born and Green followed a method 
generalizing the solution of Boltzmann’s equation given in Chapter 7 of 
this book. The value of/w in the uniform steady state was taken as a first 
approximation to the general value, and a second approximation was sought, 
differing from the first by terms Linear in the temp>erature and velocity 
gradients. A formal expression for this approximation was sought, and the 
general behaviour of the viscosity and thermal conductivity of a liquid was 

* J. G. Kirkwood and E. M. Boggs, J. Chem. Phys. 10, 394, 1942. 
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deduced, but no detailed numerical results were given. The application of 
the theory to dense gases was not considered in detail. 

Kirkwood used a different mode of approximation. He integrated an 
equation equivalent to 7 over a time sufficient to smooth out irregularities 
in the motion of a molecule, and so was able to use approximations character¬ 
istic of the theory of Brownian motion.* This enabled him to relate the 
viscosity with a Brownian motion constant. Only in its earlier stages, 
however, was his theory similar to the theory of gases. 

It is to be hoped that ultimately the methods described above will be 
applied to dense gases as well as to liquids. 

* The tlioory of Brownian motion has been used by L. M. Yang {Proc. Roy. Soc. 
A, 198, 94, 1949) to determine approximately the self-diffusion coefficient in a gas. 
The Brownian constant is determined, essentially, by a free-path method corrected 
for persistence after collision. In this case the free-path method can be used without 
incurring any numerical error; but the computational difficulties of the method are 
formidable. 


Note I. Resistances opposing diffusion 

Dr M. H. Johnson* has suggested to us an interesting interpretation of 
equation i of Note F as an equation of motion of one of the constituent gases 
in the mixture. Encounters between molecules of the ith. and ^'th gases in 
the mixture lead to a force on either gas, tending to destroy the relative 
velocity —of the gases. The force on the tth gas is proportional to 
— and to the number of encotmters. It can therefore be written as 
dijn^n^fCj -Ci)y where 0^^ is (at least roughly) independent of the propor¬ 
tions of the mixture. The force on the Jth gas is equal and opposite to this. 
Thus the equation of motion of the ith gas is 




0r 


i 



where DdDi is the derivative following the motion of this gas. The equation 
agrees with equation i of Note F if D^cJDt is replaced by D^Cq/DI (which is 
consistent with the apiiroximations of Chapter viri), and 0^^ = A:T/n[Z>j-y]i. 
When a magnetic field is present, (i) is replaced by 


Z>.c.- 


?Pi 




* See M. H. Johnson and E. O. Hulburt, Phya. Rev. 79, 802, 1950; M. H. Johnson, 
Phys. Rev. 82, 298, 1951; A. Schluter, Z. NcUurforschung, 5a, 72, 1950 and 6a, 73, 1951. 
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Again, replacing D^cJDt by this equation can be used to derive 

the results given by Cowling* for the electrical conductivity of an ionized 
gas in a magnetic field. He found that in a slightly ionized gas, such that 
nearly all the mass is provided by neutral molecules, and nearly all of the 
collisions of ions and electrons are with neutral molecules,f the diffusion 
velocities and electric currents are the sums of those arising independently 
from the different kinds of charged particle, and are, in fact, precisely of 
the form given by a free-path theory like that of 18.31. In a completely 
ionized gas, the diffusion velocities and currents are similarly the sums of 
independent parts due to the diffusion of electrons relative to the heavy 


ions, and to the relative diffusion of the different kinds of heavy ion, the 
latter being unaffected by the electrons. 

Equations i and 2 can also be used in problems of an alternating electric 
field (cf. 18.6), w'hen the frequency of alternation is comparable with the 
spiral and collision frequencies. In this case the approximation of replacing 
D^cfDt by DqCqIDI is not permissible. 

These results are valid only to the first approximation in the diffusion 
velocities. Normally this approximation is regarded as sufficient; but some¬ 
times the errors involved may be considerable for an ionized gas-t 


Note J. Numerical values for thermal diffusion 

A table of values of the thermal diffusion factor a is given below. The 
table w^as constructed from data very kindly supplied to us by Dr K. E. 
Grew; a similar table will appear in a Cambridge Monograph on Thermal 
Diffusion, by Dr T. L, Ibbs and Dr Grew. The values in general refer to 
mixtures of equal proportions by volume. The exceptions are radon mixtures, 
which contained very small proportions of radon, and isotopic mixtures, 
for w'hich a is in any case very nearly independent of the composition. The 
temperature range quoted is T — T\ where T, T' are the temperatures of 
the two parts of the diffusion vessel; the value of a is a mean over the whole 
temperature range, found from the formula 

nioWao a log, {TjT) = 

Where only one temperature is quoted, results for different values of T' 
have been combined graphically to give that for T = T\ 

• T. G. Cowling, Proc. Roy. Soc. A, 183, 453, 1945. 

t To ensure that collisions between charged molecules are negligible, neutral 
molecules may have to bo very numerous, because of the large radius of eleotiostatio 
forces. At atmospheric temperatures ions may be as much affected by other ionS as 
by more than 10* times as many neutral molecules. 
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WaU & HoUey. 404; Leaf &, 404 
Warburg & Babo, 289 
Waterston, 380 
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Watson, W. W. & Woemley, 402, 408 
Weber. 236, 243; Onnes &, 234; Onnes, 
Dorsman &, 234 
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164* numerical values, for r ^ model, 
’ 172; for (13, 7) model. 396 (Fig.) 

A (yh numerical values, 172 

Activation energy, 93 

Alternating electric fields, 343; with 
magnetic field, 415, 416 
^^j^gular velocity of molecules, 200, 202, 

205 


Apse line, 56, 58 
Atmosphere, solar, 179, 322 
Attraction, molecular, 35, 52, 53, 177, 
180 223, 227, 257, 284, 392, 395 
van der Waals’, 227. 284, 286 
Avogadro^s hypothesis, 37, 41; number, 

38. 91 

Axes of reference right-handed, 10 


B 164; numerical values, for (13, 7) 
model, 396 (Fig.) 

BlW. numerical values for 

r"^ model, 187 
Balancing, detailed. 70, 379 
Bessel functions, 124, 298 
Boltzmann’s equation for the velocity 
distribution fimction /: simple gas, 
46, 107; mixed gas, 134; “rough 
sphere” gas, 201; dense gas, 275; 
ionized gas in magnetic field, 329; 
generalized, 373; Grad’s solution, 

409-411 

BolUman’s H-theorem: simple gas, 
69; mixed gas, 83; connection with 

entropy, 81 
Boundary pressure, 31 
Boyle’s law, 38, 40, 62, 392 
Brownian motion, 240, 415 
Bryan-Pidduck “rough sphere” mole¬ 
cular model, 199, 218 


0, 164; numerical values for (13, 7) 
model, 396 
Carnot cycle, 41 

Centres of force, 63, 170, 190, 221, 248, 
256 

Centrifugal force and potential, 80 
Chaos, molecular, 40, 60, 76, 92, 273 
Charles’s law, 38 


Coefficient of conduction, diffusion, etc.: 

see under Conduction, Diffusion, etc. 
Cohesion, 413 

Collision cross-section, 300, 301 
Collision-frequency, 89, 93 
Collision-interval, 91, 93 
Collisional transfer, 273, 281, 282, 413 
Collisions, molecular, 46, 53, 59, 89, 273; 
inelastic, 346, 352; between charged 
molecules, 177—179, 416; see also 
Encounters 

Colunm, thermal diffusion, 399, 400 
Compressibility, 288 

Conditions of orthogonality, 111; of solu¬ 
bility of equations. 110, 120, 142, 208 
Conduction of electricity, 311,320,321; 
direct and transverse, in magnetic 
fields, 328, 335, 415, 416; in metals. 
341; see aZ«o Alternating electric fields 
Conduction of heat: general theory, 
43; elementary theory, 103; accurate 
theory for simple gas, 121; mixed 
gas, 144; “rough sphere” gas, 210; 
Eucken’s approximate theory, 237; 
further approximation (for a simple 
gas in non-uniform motion), 265, 
266, 270; dense gas, 287; ionized gas 
in magnetic field, direct and trans¬ 
verse conduction, 337; in metals, 342 
Coefficient of conduction. A, for 
simple gas: mean free-path formula, 
104; €iccurate general formula, 128; 
notation for approximation, 162; 
first and second approximations, 
162; first four approximations for 
rigid elastic spheres, 169; first and 
second approximations for point- 
centres of force, 172, 173, 235; 
“rough sphere” gas, 213, 215; dense 
gets, 288; numerical values, 241 
Coefficient of conduction. A,/or gas- 
mixlure: general formula, 145; first 
approximation (general expression), 
166, 242; Lorentzian gas, 189, 191; 
convergenceof successive approxima¬ 
tions for Lorentzian gas, 197; varia¬ 
tion with concentration-ratio, 242 
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Conduction-viscosity ratio f: mean 
free-path formula, 104; notation for 
approximations, first and second 
approximations, 162; first four 
approximations for rigid elastic 
spheres, 169; first and second ap¬ 
proximations for point-centres of 
force, 173, 235; “rough sphere” gas, 
214, 216; dependence on tempera¬ 
ture, 241 

Conservation of number, mass, momen¬ 
tum and energy, 51, 52, 135 
Continuity, equation of, 51 

Convection, of heat, 271; of electricity. 
319 

Convergence of formulae, 126, 348, 386; 

in Lorontzian case, 193 
Critical temperature, 393 
Currents, electric, see under Conduction of 
electricity 


Dalton's law, 45 


Damping by viscosity, 286; by volume 
viscosity, 396-398 

Degeneracy in gases. 295, 304, 307 
Dense gases (Ch. 16, p. 273): van der 
V\'aals’ equation, 284; Enskog’s 
theory of viscosity, 286, and of 
thermal conductivity, 287; com¬ 
parison of Enskog's theory with 
experiment, 288; gas-mixtures, 292; 
diffusion, 293; see also Liquids 
Density: mass-, number-, 26, 43; uni¬ 
formity of, 4 

Detailed balancing, 70, 379 
Diameters, molecular, 59, 220, 224; 
numerical estimates from viscosity, 
229, 395 (see also Isotopes), and 
from diffusion, 252; quantum theory, 
303 

Diffusion : elementary theory and its 
defects, 104-106; accurate theory, 
142; for mechanically similar mole¬ 
cules, 197; theory for “rough 
sphere” gas, 214; in dense gas, 293; 
in multiple mixtures, 408, 409, 415. 


416; in ionized gas in magnetic field, 
direct and transverse diffusion, 335 , 
415. 416; thermo-effect, 406-408; 
resistance opposing diffusion, 415 

Pressure-diffusion, 244; forced diffusion, 
244; thermal diffusion, 142. 252- 
268, 311, 312 


Coefficient of mutual diffusion D • 

approximate (mean free-path) for^ 
mula, 105; accurate general formula, 
144, for Lorentzian gas, 189; ap* 
proximations: notation, 162;* first 
and second approximations (general 
expressions), 165; first approxima¬ 
tion [DjJj for rigid elastic spheres 
point-centresof force, attract¬ 

ing spheres, and rough elastic 
spheres, 245; for highly ionized gas 
179; for dense gas, 293; second 
approximation, 246; later approxi¬ 
mations (for Lorentzian gas), 190 . 

variation with concentration-ratio] 

246, 247; dependence on density 
and temperature, 248; numerical 
values, 252, 407; units, 248; mul 
tiple mixture, 407, 408; in magnetic 
field, 415, 416; measurement by 
diffusion thermo-effect, 406, 407 

Coefficient of seU-diffusion D • 
approximate (mean free-path) fol. 
mula, 106; accurate general formula 
for rigid elastic spheres, 198; first 
approximation for rigid elastic 
spheres, 249, and Kelvin’s calcula¬ 
tions, 250; first approximation for 
“rough sphere” gas, 214 

Coefficient of thermal diffusion D, 

and the thermal diffusion ratio 

ky ( = Dy/Di 2 ) the thermal dif¬ 
fusion factor a (= : general 

expressions, 144. 149, 167; for 

Lorentzian gas, 190, 192; character¬ 
istics, 402-404; convergence of ap¬ 
proximations in Lorentzian case. 
196; first approximation to kj,. 253] 
254: variation of ky with the con¬ 
centration-ratio. 256, 402. 404 

(change of sign, 403, 404); and with 
the temperature. 256 (change of 
sign, 407); apparent pressure-de¬ 
pendence, 407; the ratio Rj,, 266; 

‘ elementary ’ theories. 400,401; mea¬ 
surement of kj. by diffusion thermo- 

effect, 406, 407; multiple mixtures 
408. 409 

Distribution of velocities, 26 

Distribution-function /, 27; Maxwell’s, 
5, 72, in a conservative field of force, 
80, in a rotating vessel, 81; see also 
Boltzmann’s equation 
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Divergence, of a vector, 13; of a tensor. 15 
Dyadic. 14; differential, 18 
Dynamics of encounters : for “smooth ” 
molecules, 63, 69, 170, 180; for 
rough spheres, 199 

Eddies, 219 

Elastic molecules: rigid smooth spheres, 
9, 63. 89; rough spheres, 199 
Elasticity, general equations, 79 
Electric conductivity, 311, 320, 321; 
direct and transverse, in magnetic 
fields. 328, 335; in metals. 341 
Electric fields, intermolecular, 177-179; 
alternating, 343; in magnetic field. 
415, 416; strong, 345, 346 
Electrons, 299, 304; electron-gas de¬ 
generacy, 307; diffusion, thermal 
diffusion and electric conduction by, 
311; thermal conduction by, 314; 
specific heat in metals, 313, 315; 
with large energies, velocity dis¬ 
tribution, 345-352; inelastic colli¬ 
sions, 352; recombination, 346 
Element; of volume, 13; of spherical 
surface or solid angle, 13; of any 
surface, 26 

Elementary theories: of thermal conduc¬ 
tion, 103, 104, 325, 329; of diffusion, 
104-106, 325-329; of thermal diffu¬ 
sion, 400, 401; defects, 106, 401 
Encounter, molecular, 3, 7. 52; dy¬ 
namics of binary encounter for 
“smooth” molecules, 53, and for 
rough spheres, 199; geometry of, 56; 
statistics of, 59; direct, inverse and 
reverse, 64, 66, 201, 370, 374; rela¬ 
tions, 151; generalized molecules, 
372; see also Multiple encounters 
Energy: heat-, 1, 8, 36; equation of 
conservation for simple gas, 52, and 
for mixed gas, 135; transfer of, 201; 
see also Internal, Rotational, Vibra¬ 
tional ; dissipation, see under Damp¬ 
ing 

Enskog's equation of change, 49; his 
method of solution of Boltzmann's 
equation, simple gas, 107-118, mixed 
gas, 136—142; his method of expan¬ 
sion and integration, 359-369;. 
theory of dense gases, 273-290 
Entropy, 41; connection with Boltz¬ 
mann’s if-function, 81 


Equation of change (or transfer or con¬ 
servation) of molecular properties, 
especially number, mass, momen¬ 
tum and energy; for simple gas, 47, 
49. 52; for mixed gas, 134, 135; for 
dense gases, 279, 280 
Equation of state: for rare gas. 38; for 
dense gas (van der Waals’ equation), 
284, 286; .see also 35 (footnote) 
Equipartition of energy, 41, 85 
Erf j:, 95, 98 
Error function, 72 
Ettingshausen effect, 328 
Eucken's theory of heat conduction, 237, 
241 

Excitation energy, 352, 354 

Factor, thermal diffusion (a), 399, 401- 
403, 409; numerical values, 418, 419 
Fifth-power law of intermolecular 
action (Maxwell): diagram of orbits, 
58; theory for, as special case of 
general theory, 173; theory deduced 
directly, 175 

Flow of molecular properties, 28; num¬ 
ber-,*30 

Flux-vector, 31; thermal, 43 
Force, external: influence on distribu¬ 
tion of density and velocities, 77-80; 
occurrence in Boltzmann’s equation, 
(i) when independent of the mole¬ 
cular velocity, 46, (ii) when depen¬ 
dent on the molecular velocity 
(ionized gas in magnetic field), 322; 
influence on diffusion, 143, 244; 
electric, resulting in electric current- 
flow, 311, 320, 321; alternating 
electric fields, 343, in magnetic 
field, 415, 416; strong electric fields, 
345, 346 

Force, intermolecular, 3, 53, 68, 151; 
point-centres of, 170: Maxwell’s 
fifth-power law, 173; inverse-square 
law, 177; Sutherland and Lennard- 
Jones types of interaction, 180-187; 
(9, 5) and (13, 7) models, 392-396; 
influence on pressure, 35, 284, 286; 
influence on diffusion-coefficient, 
246, and numerical values of the 
force-index, for repulsions between 
unlike molecules, inferred from D^, 
249; ditto for thermal diffusion, 254, 
257; influence on viscosity /t, 221, 
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Force, intermolecular {cont.) 

and numerical values of the force- 
index inferred from/f, 223; ditto ac¬ 
cording to Sutherland and Lennard- 
Jones models, 223-229 
Free-path, molecular, 3; mean, 3, 89, 
93; Tait’s mean path, 91; numerical 
values, 91; quantum theory of, 300; 
case of degeneracy, 310, 311. 318; 
frequency-function for free paths of 
assigned length, 96; free-path theory 
of viscosity, conduction, and dif¬ 
fusion, 100-106, and its defects, 106; 
dittofor ionized gas inmagneticfield. 

325,andforthermaI diffusion, 400,401 

Frequency of collisions, 89, 92, 93 

Function: Bessel, 124, 298; Erf, 95, 98; 
error, 72; hypergeometric, 195; 
Legendre, 297, 300, 301, 361; 

Sonine, 123; symmetric, HI, 129 

Gas: simple, 25; mixed, 43, see also 
Mixtures; Lorentzian, 187; Max¬ 
wellian, 173-177; “rough spheres”, 
199-217; dense, 273—294; qxiantum 
theory of, 295-304; degenerate. 295, 
304-318; ionized, 319-322; ionized 
in magnetic field, 338, 415, 416 and 
Lorentzian case, 338; electron-gas in 
metals, 340; in alternating electric 
field, 343; in magnetic field, 415, 
416; in strong electric field, 345 
Gas constant y?, 38-41 ;numerical value, 41 
Gas reactions, 93; activation energy, 93 
Geometric variables of a molecular en¬ 
counter, 56 

Gradient-vector, 13; velocity-gradient 
tensor, 19 

Grad s solution of Boltzmann’s equa¬ 
tion, 409-411 
Gram-molecule, 38 

Hall current, 328, 335, 342 

Hamiltonian function. 370 

Heat, specific: c„, 39, 128, 206; c„, 39; 

per gram-molecule, 40; numerical 

values, 42; for electrons in metals 
308, 315 

Heat energy, I, 8, 36 ; -density. 37; 

mechanical equivalent of, 2, 37 
H-function, Boltzmann’s, 69, 70; con¬ 
nection with entropy. 81; history of 
notation, 82 (footnote) 


H-theorem, Boltzmann’s, 69, 76,77,83* 

history, 381 * 

Hydrodynamics, 49, 51 
Hydrogen, ortho, para, 250. 299, 408 
Hydrostatic pressure, 34, 112, 206, 284 
Hypergeometric function, 195 

^'i( i 81; v') .184; numerical values, 184 

Index of internnolecular force v, no 
190; v = 5, 173; 1 ^ = 2 , 177; attr^ting 

spheres (Sutherland), 182; repulsive 
and attractive fields (Lennard- 
Jones), 184, 191;(13, 7) model, 392- 
396; connection with temperature- 
variation of viscosity /4, 220-223, and 
ofd ffusion 248; numerical values 
inferred from (simple gases), 223, 
and from (mixed gases, 249* 

connection with thcrmal-diffusiori 

ratio, 256, and numerical values v 
derived therefrom, 257 ** 

Inelastic collisions, 346, 352 
Integrals; exponential. 20; multiple 
(transformation), 20, 21; theorems 
on transformations, 21-23, 67 85 
268. 290, 307 

liiteraction, molecular: see Force, inter¬ 
molecular 

Internal energy of molecules, 36, 37, 39 ^ 

40, 43, 52, 81. 104, 235. 237-240* 
290. 396-398 

Interpretation of kinetic-theory results 
6-8 

Interval, collision-, 91 
Invariants, summational. 50; for rough 
molecules, 202; dense gases, 279; 
general molecules, 375, 376 
Inverse encounter, 64, 66, 201 
Inverse square law, 177. 416 
Ionization, 346, 356 

Ionized gas, 177, 319; in magnetic field, 
322, 415, 416; in magnetic and alter¬ 
nating electric field, 343; in strong 
electric field, 345 

Isotopes, 250; self-diffusion. 398, 399; 
separation. 400: thermal diffusion! 
401, 402 


Jacobians, 21, 65. 90, 152, 371 
Joule's equivalent. 2. 37 

Laguerre polynomials, 124 

Laminar motion. 219 

Legendre functions. 297, 300, 301. 361 
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Lennard-Jones molecular model, 

184; Lorentzian gas, 191; viscosity 
227; generalized to (9, 5) and (13, 7) 
models, 392-396 
Liouville's theorem, 5, 370, 375 
Liauefaction, 393 

Liquids, theory of, 388, 412-415; thermal 
diffusion in, 400 

Lorentzian gas, 187; viscosity, 230; 
thermal-diffusion ratio k^,, 254; 

conduction of heat and electricity 
in metals, 315; in magnetic field, 339 
Loschmidt’s number. 38. 91 


Magnetic fields, phenomena in presence 
of: Boltzmann’s equation, 322-324, 
solution for ionized gas, 329-338, 
Lorentzian case. 338, 339; motion of 
charged particle, 324, 325; conduc¬ 
tion and diffusion, elementary thory, 
325 - 329 , general theory, second 
approximation. 329-338; transport 
in metals, 340-342; alternating 
electric fields, 343, 415, 416; in 
strong electric fields, 354—356; ion¬ 
ization and recombination, 358 
Magnetism in sun and sunspots, 322 
Mass: molecular. 8, 25, 43; angular ve¬ 
locity. 202; -density, 26; -velocity. 26 
Maxwellian distribution of molecular 
velocities, 5, 72; in smooth vessel, 
76; in presence of external forces, 
77; in rotating gas, 80: in a mixed 
gas, 84; in a “rough sphere” gas. 
206; in a dense gas, 277; in an 
ionized gas in a magnetic field, 324; 
divergence from, in an ionized gas 
in a strong electric field, 346—352 
Maxwellian moleculesrseeFifth-power law 
Mean free-path: see Free path 
Mechanical equivalent of heat, J, 2, 37 
Mechanics: classical, 9; quantvim, 9, 304; 
statistical, 3, 6. 37, 41, 83, 85, 304, 
316, 370; wave-, 250, 304 
Metals: conduction (thermal and elec¬ 
trical) and specific heat, 315—318; 
transport phenomena in a magnetic 
field, 340 

Mixtures, 43; non-uniform state, general 
theory,ch.8,134-150;and (multiple), 
409-411; in magnetic field, 415, 
416; see also Conduction, Diffusion, 
Multiple.Thermal diffusion. Viscosity 


Mobile operator, 49 
Mobility of electrons, 321 

Models, see under Molecules 
Molecular chaos, 60, 76, 92, 273; dia¬ 
meters, see under D; encounters, see 
under E; force or interaction, see 
under F; hypothesis, 1; mass, 8, 25, 
43; models, see under Molecules; 
momentum, 31, 44; motions, 25; 
property 28; range of influence, 
67, 178; speed, 24; structure, 6, 370; 
variables, 25, 199, 371; velocities, 
25; weight, 38 

Molecules: attracting, 2, 35, 53, 182, 
184, 284, 392; charged, 177, 299. 
304, 309, 319; complex, 52; dia¬ 
tomic, 43, 53, 237; electronic, 

309, 315; general, 370; identical or 
unlike, 299; ionized, 319, 356; Len¬ 
nard-Jones type. 1H4 (13, 7) type, 
392-396; Maxwellian, J73; mechan¬ 
ically similar, 197; model, 7, 53, 199, 
215, 216; monatomic, 235; non- 
spherical,7,53; point-centres offeree, 
53, 170; polyatomic, 53, 235, 237; 
rigid, 2, 6, 25; rigid elastic spheres, 
smooth, 9, 53, 59, 89, 168, and rough, 
25, 199, 236, 240; rotating, 7, 25, 199- 
217; smooth, 25, 53, 235; spherically 
symmetrical, 1, 7, 25, 53, 199; 
Sutherland, 182; see also Internal 
energy; see also Quantum theory 
Momentum, molecular, 31, 44; equation 
of, 51, 135 

Multiple encounters, 178, 273, 377, 412; 

integrals (transformation), 20 
Multiple mixtures, 408, 409; in magnetic 
field, 415, 416 


Nemst effect, 329; heat theorem, 309 
Neutrons, 249, 304 
N.T.P., 25 (footnote), 36, 260 
Number-density, 26, 43; -flow, 30 
Numerical tables and values; see index 
tables for particular gase^, 430, and 
mixtures, 431; see also under a, a^, 
^ 2 , B, Bj, Bo, c, ii, tg* Avogadro's 
number, mass of Ho molecule, n.t.p. 


Operator, mobile, 49 
Orthogonality conditions. 111 
Orthohydrogen, 250, 299, 408 
OscillatioiLS of pendulum, 219 



428 


Subject Index 


Paradoxes of kinetic theory, 82, 325 
Parahydrogen, 250, 299, 408 
Parameters of Enskog’s solution, 110,117 
Path, free or mean free: see under F 
Peculiar angular velocity, 205; speed, 26; 
velocity, 26 

Pendulum oscillations, 219 
Persistence of velocities, 96-99, 101 , 
106, 401 

Phase-angle (quantum theory of 
molecular interaction), 297, 301 
Planck’s constant, 295, 304 
Point-centres of force, 53, 170, 190, 
221, 248, 256 

Polynomials: Laguerre, 124; Legendre. 

297, 300, 301, 361; Sonine, 123 
Position-vector, 12 

Pressure, 8 , 31, 34; on boundary, 31; 
hydrostatic, 34; internal, 33; -ten¬ 
sor, 31; successive approximations, 
112 , first, 1 12,second, 123.third.263- 
271,411; low pressures, 101, 270, 271 
Probability, 4, 5, 27, 60, 83 
Products: of vectors, scalar and vector, 
11 ; of vectors with tensors, 16; of 
tensors with tensors, 16 
Properties of molecules, 28; flow of, 28 

Quantum theory, 9, 206, 295-318, 380, 
392, 394, 395; of collisions, 296; 
steady state, 378 

i?, gas constant, 38-41; numerical value, 41 
Radio propagation, magnetic influence 
on, 322 

Radiometer, 272 

Range of molecular influence, 67, 178 
Rarefied gas, 116, 260; viscosity, 101, 
271: heat flow, 270 

Ratio: conductivity to viscosity, 

f=A//^Ct., see under Conduction; 
conductivity, electric to thermal, 
316: persistence-ratio of velocities 
after collisions. 97, 98; of specific 
heats, 40. 42, 206; thermal-diffusion 
ratio, kji (and Rj<)^see under Diffusion 
Reactions, see under Gas 
Recombination in an ionized gas, 346, 356 
Relaxation time, 396, 398, 410 
Resistance opposing diffusion, 415 
Reverse collisions or encounters, 201, 370 
Reversibility, 82 
Righi-Leduc effect, 329 


Right-handed axes, 10 (footnote) 

Rigid molecules. 2, 6 , 25; elastic 
spheres, smooth, 9, 53, 59, 89, 168, 
220, and rough, 25, 199, 236, 240 
Rotating gas, 81 

RotaUng molecules, 7, 25, 107,199-217 
Rotation-vector, 12 , 209, 331 

Rotational energy of molecules, 36, 199 - 
lag in transfer. 397, 398 
Rough spherical molecules, 199-217, 
387, 397; of variable radius, 215; 
disadvantages as a molecular model * 
216; conductivity, 236, 242 

Scalar product of vectors, 11 
Screw motion, 80 

Self-diffusion: mean free-path theory. 
106; accurate theory, 197, 214, 249* 
Kelvin’s calculations, 250; cross- 
sections from, 301; of isotopes, 398 
399 

Separation of gases, 399, 406 
Shock-wave, 271, 272 
Slip at wall. 102, 220 
Solar atmosphere, 179. 322 
Solid angle, 14 

Solubility of integral equations for 
110,120.142,208 * 

Sonine polynomials, 123 
Sound waves, see Damping 
Specific heats, 39-42, 128; for “rough 
sphere ’’ gas, 206; for polyatomic gas, 
237, metals, 315—318; numerical 
values, 42 

Speed: molecular, 24; peculiar, 26 
Spherical molecules: see under Molecules 
Statistical mechanics. 3 , 6 , 37 41 
83, 85. 304, 316, 370 ’ ’ 

Statistical weight, 304 
Statistics: of encounters, 59; Bose- 
Einstein, 309; Fermi-Dirac, 304 
Steady state: uniform, 69; in smooth 
vessel. 76; in presence of external 
forces. 77; quasi-steady, in rotating 
gas, 80. mixed gas, 84, 85, “rough 
sphere” gas, 204, dense gas. 277; 
ionized gas in magnetic field, 324, 
and in strong electric field, 346-352 
Streams, molecular, interaction of (quan¬ 
tum theory), 296 
Stress-system: see under Pressure 

Summational invariants: see under In¬ 
variants 


Svbjeci Index 


Sun» 9Uiispots» magnetism, 322 
Surface element, 13 

jS\ithgrland*s constants: (dif¬ 

fusion). 183, 249; S (viscosity and 
conduction), 184, 223—226, 241; 

numerical values of, 5, 225 
Sutherland’s molecular model. 182, 
218, 223-226, 241, 245; see also under 
Molecules 

Symmetrical; tensor, 15. function, 111.129 

Temperature, 1, 8, 37-40, 44, 206 
Temperature drop at wall, 104 
Temperature stresses, 382 
Tensor, 14; conjugate, 15; divergence, 
15; integrals, 21-23, 268. 290-292; 
non*divergent, 15; products with 
vectors or with tensors, 16; rate 
of strain and rate of shear tensors, 
19, 259; symmetrical, 15; unit ten¬ 
sor, 15; velocity-gradient tensor, 19, 
259; antisymmetrical or skew, 391; 
vector of, 391 

Thermal conduction: ^ee under C 
Thermal diffusion: 143, see under D; 
column, 399. 400. “elementary” 
theories, 400, 401; in liquids, 400, 
401, in multiple mixtures, 408, 409; 
see also Factor 
Thermal flux, 43 

Thermo-effect of diffusion. 404-408; 
application to the measurement of 
D, 2 , a and ky, 407 

Third approximation: to velocity dis¬ 
tribution function, 259—272, 409—411 
Time of relaxation, 396, 398, 410 
Transformation of multiple integrals, 20 
Transport phenomena, 100, 295, 324 

Uniformity of density, 4 
Unit vectors, 10; tensor, 15 

Van der Waals* attractions. 227; 
equation, 280, 284 

Variables, molecular, 25, 199, 371; of 
encounter, 56 

Vectors, 10-14; divergence of, 13; flux- 
vector, 31; gradient vector, 13; 
integrals, 21-23; position vector, 12; 
products with vectors, 11, 12, and 
with tensors, 16; rotation vector, 
12, 209, 331; unit vector, 10; of 
tensor. 391 
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Velocity, angular, of molecules, 200, 
202, 205, of gas, 79-81, 205; dis¬ 
tribution, 26; distribution function 
(see under D and under Boltzmann's 
equation); -space, 24; -domain. 24; 
-gradient tensor, 19, 259; mass-, 44, 
319; mean, 26, 319; peculiar, 26; 
peculiar angular, 205; see also Per¬ 
sistence 

Vibrational energy of molecules, 36, 398 

Virial, 392, 394, 395 

Viscosity, equations for the stress com¬ 
ponents, 123 

Viscosity coefficient, fi, for simple gas 
{see below for mixed gas): approxi¬ 
mate mean free-path theory, 100, 
and at low pressures, 101; accurate 
general formula, 123; notation for 
approximations, 162; first four 
approximations for rigid elastic 
spheres, 169, 218; first and second 
approximations for point-centres of 
force, 172, 173, 218; for attracting 
and repelling molecules, 181,392,393; 
for Sutherland molecules, 184, 218; 
for Lennard-Jones molecules, 187, 
218; for (13, 7) model. 392-396; for 
“rough sphere” molecules, 213, 215, 
218; for a dense gas, 286; numerical 
values ofat 0° C., 229; dependence 
on density, 219, on temperature, 
220-229, 393; molecular diameters 
inferred from p, 220, 229; force- 
index inferred from fi, 223; Suther¬ 
land's constant, numerical values, 
225; force-index for Lennard-Jones 
molecules, 228; see also Volume 
viscosity 

Viscosity coefficient, /i, for mixed gas : 
general formula, 146; first approxi¬ 
mation (general expression), 167, 
230; Lorentzian gas. 190, 191, 194, 
197; variation with concentration- 
ratio, 230, and with temperature, 232 

Volume-element dr, 13 

Volume viscosity, 286, 396-398 

Wall, pressure on, 31; slip at, 102; tem¬ 
perature-drop at, 104 

Wave fields of molecules, 295, 304; 
-mechanics, 304 

Weight, molecular, 38; statistical, 304 

Wiedemann-Franz law, 316 
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REFERENCES TO NUMERICAL DATA 
FOR PARTICULAR GASES 

SIMPLE GASES 


1 

Air 

Air 

2 

Ammonia 

NH, 

3 

Argon 

A 

4 

Carbon monoxide 

CO 

5 

Carbon dioxide 

CO, 

6 

Chlorine 

Cl, 

7 

Deuterium 


8 

Ethylene 

C2H4 

9 

Helium 

He 

10 

Hydrogen 

H, 

11 

Hydrochloric acid 

HCI 

12 

Hydrogen sulphide 

H,S 

13 

Krypton 

Kr 

14 

Methane 

CH4 

15 

Methyl chloride 

CH 3 CI 

16 

Neon 

Ne 

17 

Nitrogen 

N, 

18 

Nitrous oxide 

N,0 

19 

Nitric oxide 

NO 

20 

Oxygen 

0 , 

21 

Sulphur dioxide 

SO, 

22 

Xenon 

Xe 


Sp. 

heats 

Viscosity* 

A,f 


a 

6, c, i 

3 

a 

6, c 

• 

3 


a 

6, c, d, /i, i 

« 

3 

z 

a 

5, c, t 

3 

A 

a 

6, c, d, c, i 

• 

3 

A 

a 

6, c, i 

• 

3 


— 

h 

# 

3 

_ 

a 

c 

3 

_ 

a 

6. C, /, A, i 

3 

_ 

a 

b, c, A, i 

3 

A, 


6, c, i 


Z 

a 

c 



— 

c, i 

• 

Z 

a 

▲ ^ 

0 , c, l 

• 

Z 


c 


_ 


b, c, A, i 

• 

3 

z 

a 

by c, e, g, i 

• 

3 

A,Z 

a 

6, c, i 

9 

3 


a 

6, c, i 

« 

3 

— 

a 

6. c, i 

« 

3 

A 

a 

Cf i 

A 

» 

3 



c, 1 

• 

Z 


* See p. 229 for (0® C.) and a for all these gases. 
a See p. 42 for y, c^. Cp-C*,. 

6 See p. 223 for s and v from /icc T', various temperature ranges. 

c See p. 225 for S, Sutherland’s constant, various temperature ranges. 

d See p. 228 for/z, various temperatures, - 183® C. to 183® C. for A - 21 ® P 

302® C. for COj. ’ to 

c See p. 226 for /z. various temperatures, -76® C. to 250® C. for N. —21® P 

302® C. for CO^. ^ 

/ See pp. 220, 222 for fL{T) and <t{T) for helium, —258® C. to 816® C 

</ See p. 289 for fi and p for Ng at 50® C. from 15 to 966 atm. pressure. 

h See p. 394. Fig. 15, for log {p<r'^l{ynkT)h}, (13, 7) model. 

i See p. 395 for tjk and cr, (13, 7) model, from u. and equation of state 
j See p. 241 for A (0® C.) and f ( = A/izCp). 
k See p. 251 for 

I See p. 399 for pD^Jp. 


\ 
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GAS-MIXTURES 


Variation with composition: 

u, for H,, He at 0° C.; for He, A at 20° C., 100° C., p. 232. 

A for He, A at 0° C., p. 243. 

Di 2 for He, A; Hj, COj, p. 248. 

The following table indicates the gas-pairs for which numerical data are tabulated: 
a refers to Table 27, p. 252; values of and of ffi,. 

6 refers to Table 25, p. 249; values of s (in D ijCC T*) and the force-index I'lj. 
c refers to Table 28, p. 257; values of Rt (p- 256, from thermal diffusion) and the 

^^^^^'^^^to^Table 34, p. 407; values of a and jDjj from the diffusion thermo-effect. 
e refers to Table 35, p. 417; values of a from thermal diffusion. 


Air 

Argon 

Carbon monoxide 
Carbon dioxide 
Deuterium 

Ethylene 

Helium 

Hydrogen 

Krypton 

Methane 

Neon 
Nitrogen 
Nitrous oxide 
Oxygen 

Sulphur dioxide 

Xenon 

Radon 



COj CaH 4 He 

H, 

Kr 

CH 4 

Ne 

Na 

0 , 

Xe 

Rn 

Air 

A 

ab — — 
d — ace 

a 

de 

ce 

a 

ce 

cd 

a 

d 

ce 


CO 

COa 

D. 

a a — 

a 

abode 

cde 

— — 

a 


a 

ade 

ce 

a 

ad 

— 


C 4 H 4 

He 

H* 

_ - 

a 

e 

ce 

a 

ce 

ce 

ce 

acde 

abce 

ce 

ce 

ce 

Kr 

CH 4 

- — 

— 

— 

— 

ce 

— 


ce 


Ne 

Na 

NaO 

Oa 

SO 2 

ab — — 

a 

a 

— 

— 

— 

— 

abd 

ce 

e 

Xe 

Rn 

— — — 

— 




- 

■ 




Values of a and Rt are given in Table 35, p. 418 for the isotopic pairs H.-Dj. 
»He-*He. »CH 4 -«CH 4 , “NH^-^NHa. *»Ne-«Ne, and ”A-«A. 
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